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ABSTRACT 
 
 
This work focuses on the expansion of the scope of processability, reactivity, and 
synthesis of bis-ortho-diynyl arenes (BODA) monomers.  This unique class of monomers 
consists of molecules that contain two arenediyne functional groups linked together 
through a variable spacer group X.  There is also variable functionality at the alkyne 
terminal group, R.  These arenediyne moieties undergo thermal Bergman reactions to 
cycloaromatize and form naphthyl diradical species.  The inclusion of two of these 
arenediyne functionalities allows the polymer to grow without losing processability and 
solubility as most aromatic polymer do.  The second functionality acts as a solubilizing 
group until all functionalities are consumed in the fully cured network polymer.   
BODA polymers were initially developed as processable high-yield carbon 
precursors.  When heated above 800 °C, the polymer converts to a glassy carbon 
material.  This work has been extended with the fabrication of nano-scale features in a 
carbon inverse opal photonic crystal.  The carbon inverse opal structure consists of 3-
dimensionally alternating carbon and voids.  The wavelength excluded depends on both 
the fixed scale of the periodicity and the dielectric contrast between the carbon and the 
voids.  This has been demonstrated by using the carbon inverse opal as a sensitive 
detector element by filling the voids with solvents to detect concentrations, the liquid 
crystal 5CB to detect the phase change, and hemoglobin in buffered solutions.   
Disordered porous foam has also been developed for use as an electrode material 
in H2 fuel cell MEAs.  The pore size and surface area are examined as a function of 
 iv 
BODA monomer functionality.  Bimodal carbon foams that consist of nanoporous foam 
coating the interior surfaces of a macroporous foam are also demonstrated.  Compatibility 
between the carbon electrode and fluorinated proton exchange membrane has been 
addressed by the development of a new carbon surface fluorination technique involving a 
trifluorovinyl ether containing diazonium salt.   
BODA produced radicals have been demonstrated to be capable of direct surface 
addition reactions to functionalize and solubilize fullerene materials.  This is 
demonstrated with both C60, and the newer carbon nano-onion materials.  The 
copolymers thus produced are examined by TEM, Raman, TGA, MALDI-TOF MS, 
GPC, MALLS, and solubility tests.  This is one of the first additions of a conjugated 
polymer to a C60, and of any polymer to CNOs.  The copolymers may have applications 
in photovoltaic materials.  
BODA chemistry has been extended with the complementary technology of 
mono-ortho-diynyl arene (MODA) monomers.  These monomers consist of one enediyne 
group and a functional group on the ring.  Six MODA monomers have been synthesized 
and their utility has been demonstrated as a way to increase the chain length between 
crosslinks in a BODA network, a way to endcap a functional oligomer to produce a 
BODA macromonomer as demonstrated with the endcapping of a poly(aromatic ether 
sulfone) , and as a route to new previously unattainable BODA monomers, as 
demonstrated with a fluorescent monomer. 
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CHAPTER 1 
INTRODUCTION 
 
Polyarylenes 
This work focuses on advances and application of bis-ortho-diynyl arene (BODA) 
monomers and the high-performance polyarylenes and copolymers derived therewith.  
Polyarylenes are a broad class of polymers with aromatic moieties in the repeat unit.  
Broadly, they are considered very valuable materials due to their unique combination of 
high-performance properties.1,2,3,4,5,6,7,8  Polyarylenes have been utilized for applications 
ranging from engineering materials, due to their mechanical strength and high thermal 
and environmental stability; to optoelectronic materials due to their electro- and 
photoluminescence and potential for conductivity as organic electronics; to ceramic 
carbon precursors, due to their dimensional stability, and high thermal stability.  The 
most common polyarylene backbones are poly(para-phenylene)s (PPP), polythiophenes 
(PT), polyfluorenes, polybenzoxazoles, polybenzimidazoles, phenolic resins, and 
nitrogen heterocycle containing polymers including polyaramides and poly(2,7-
carbazoles), Scheme 1-1.9,10,11     
A wide variety of methods exist to synthesize polyarylenes.  Many polyarylenes 
are produced using coupling reactions.  PTs are produced from the Lewis acid (FeCl3 or 
AlCl3) enabled oxidative coupling of 3-alkylthiophenes, producing soluble high-
molecular-weight polymers.12  Polyfluorenes are synthesized via the reductive Ni(0) 
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catalyzed coupling of 9,9-dialkyl-2,7-dibromofluorenes.13  Many other polymers are 
formed from cross-coupling reactions of either AB or AA to BB type monomers.  Suzuki 
condensations have been used to produce PPP from both the homocondensation of 4-
bromo-2,6-dialkylphenyl-boronic acid, and the cross-condensation of 1,4-dibromo-2,5-
dialkylbenzenes with 2,5-dialkylphenyl-1,4-diboronic acids, yielding soluble  
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Scheme 1-1. Examples of common polyarylenes structures.  
stereoregular polymers.14  Stereoregular 3-alkyl PTs have also been synthesized using 
Kumada couplings of 2-magnesium bromide-5-bromo-3-alkyl thiophenes with a Ni(II) 
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catalyst15 or Negishi coupling of 2-zinc bromide-5-bromo-3-alkyl thiophenes with 
another Ni(II) catalyst.16  Metal catalyzed coupling is hindered however by high cost and 
difficulty associated with catalyst removal.   
Polyphenylene has also been synthesized from benzene using a unique precursor 
method involving oxidation to 1,2-dihydrocatechol, conversion of the alcohols to acetates, 
and radical polymerization of the internal diene to yield poly(3,6-(1,2-diacetyl-4-
cyclohexene).17  This soluble polymer may then be processed into a film and baked at 
310 °C under vacuum to eliminate two equivalents of acetic acid and yield insoluble PPP.  
Condensation polymerizations also make use of this type of precursor route for 
polyarylene synthesis, especially poly(phenylene oxadiazole).18  First the precursor 
polymer is formed from the condensation polymerization of 1,4-di-(2,5-
dialkoxyphenyl)acetyl chloride with 1,4-di-(2,5-dialkoxyphenyl)hydrazide, then 
dehydrated with phosphoryl chloride to yield the poly(phenylene oxadiazole).  
Polyimides are formed from the reaction of dianhydrides with diamines,19 where the 
amine functionality first ring-opens the anhydride to form the precursor polyamide.  
Dehydration of the carboxylic acid and the secondary amide linkages yields the aromatic 
polyimide.  Polybenzimidazole (PBI) is formed from the condensation of an aromatic 
tetramine with an aromatic dicarboxylic acid or the synthon of an aromatic diester.20  
Here the initial condensation leads to an aromatic amine-amide, which then cyclizes 
through a nucleophilic addition and removal of the water or alcohol to form the final 
polymer product.  Other condensation polymers are formed in one step including 
polybenzoxazoles and polybenzthiazoles, formed from the reactions of an aromatic 
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dicarboxylic acid with either a difunctional o-aminophenol or a difunctional o-aminothiol 
as appropriate.21   
Still other polyarylenes, such as PT, polyaniline (PAN), polycarbazole, and 
polypyrrole are formed by electrochemical polymerization.22  This involves the oxidation 
of a monomer (for example pyrrole) at the anode of an electrochemical cell to form a 
radical cation, which then couples with another radical cation to form a dimeric dication 
which is then reduced at the cathode to the neutral species.  The polymer thus grows in a 
stepwise fashion. For most of these polymers, carbon-carbon bonds are formed between 
the monomers, but PAN grows through the amine coupling with the arene to include the 
amine in the backbone of the polymer.  The electrically conductive doped polymers 
formed from electrochemical polymerization usually precipitate out of solution and coat 
the surface of the anode.   
 
Enediynes 
Enediynes, or more formally cis-enediynes, undergo a thermal rearrangement 
reaction first postulated by Robert Bergman in 1972,23 to form a reactive intermediate 
1,4-didehydrobenzene.  The Bergman reaction, as it is now known, is reversible and thus 
may lead to two different enediyne product via the reverse reaction (Scheme 1-2). The 
Bergman reaction has been shown to be a unimolecular reaction.23  The 1,4-diradical 
aromatic intermediate was confirmed with trapping of the radical intermediate formed 
from cis-3-hexene-1,5-diyne with the hydrogen radical source 2,6,10,14-
tetramethylpentadecane to yield benzene, with CCl4 to yield 1,4-dichlorobenzene, and 
with methanol to yield anisole.23  The reactivity of the diradical intermediate is related to 
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the inability of the radicals to homocondense to form an intramolecular sigma bond, and 
to their orthogonality to the plane of the aromatic species.24   
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Scheme 1-2. Bergman cyclization of enediynes is a reversible concerted radical 
cycloaromatization to 1,4-didehydroaromatic.  The interalkyne distance d is shown. 
 
Bergman cyclization of enediynes has shown up in the mechanism of several 
naturally occurring anti-tumor agents,25 reportedly due to DNA intercalation and 
hydrogen abstraction by the radical intermediate, hindering DNA’s role in cell 
reproduction, and thus weakening tumors.  Many enediyne-containing synthetic targets 
have been investigated to study this property and develop more selective antitumor 
compounds.26  
The 6-membered Bergman cyclization product is the thermodynamically 
preferred pathway for the thermal rearrangement of an enediyne, as well as for the 
aromatic analogue, an arenediyne.  There do exist, however, other kinetic reaction 
pathways that play roles of varying importance based on the reactive conditions, such as 
the presence of metal catalysts, nucleophilic, or electrophilic reagents.  The five-
membered ring closure product is a benzofulvene, 27,28,29,30 and the 4-membered ring 
closure product is a benzocyclobutane (Scheme 1-3).31  The favorability of these 
cyclizations are described by the Baldwin rules,32 which define ring closures based on 1)  
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Scheme 1-3. Possible cyclization routes for arenediynes. 
the size of the ring being formed, 2) the geometry of the electrophilic atom (tet for sp3, 
trig for sp2, and dig for sp hybridizations), and 3) the location of the displaced electrons 
on the product (endo for in the formed ring, or exo for out of the formed ring).  Therefore, 
according to this nomenclature, the Bergman product is a 6-endo-dig product, the 
benzofulvene is a 5-exo-dig product, and the benzocyclobutane is a 4-exo-dig product.  
The Baldwin rules indicate that the 6-endo-dig and the 5-exo-dig products are favored, 
but the 4-exo-dig product is disfavored.   
Among the many factors affecting the Bergman reaction, the substituents on the 
enediyne have the largest effect on both the kinetics of the reaction, and the resultant 
product.  The trans-alkyne distance, d, (Scheme 1-2) is defined as the distance between 
the terminal carbons of the alkynes, and has been shown to have a major effect on the 
reaction kinetics.33  The trans-alkyne distance is in turn affected by the steric size of the 
terminal substituents, and the presence of coordinating metals.34,35   
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Enediyne Polymers  
Several polymer systems have been designed with the enediyne functional group as a 
reactive handle towards polyarylenes (Scheme 1-4).  Keller et al. first reported in 1993 
on their studies on the synthesis and cure chemistry of multiple phenylethynyl-containing 
benzene compounds (Scheme 1-4 A).36-37  The resins obtained from these monomers 
showed good thermal stability and high carbon yields.  The substitution pattern of the 
phenylethynyl groups on the benzene core was correlated to the thermal oxidative 
stability of the carbons.  The order of stability was 1,2,4,5-substituted > 1,2,4-substituted 
> 1,3,5-substituted benzene, indicating that ortho-substitution leads to a denser carbon.  
Grubbs et al. also reported in 1993, on acetylenic conjugated polymers synthesized from 
1,2-diethynylaryl precursors.38  Swager et al. then reported on ladder polymers and 
macrocycles (Scheme 1-4 B, synthesized from diacetylene containing precursors formed 
from the oxidative coupling of 1,2-diethynyl benzene derivatives).3940  These precursor 
polymers were very reactive, and indicated a chain-addition polymerization mechanism.  
The tetraradical product from the cyclization of the macrocyclic dimer (n=1) was trapped 
with I2, and indicated the benzofulvene structure was forced by the strained geometry. 
Then Tour et al. began experimenting with producing linear polyarylenes from 
enediynes (Scheme 1-4 C) and arenediynes (Scheme 1-4 D) to produce substituted PPPs 
and poly(1,4-napthalenes) respectively.41-42  Trapped radical species confirmed the 
structure of the cyclized species.  Kinetic studies indicated that the polymerization 
occurred by a step-growth mechanism, where each monomer is cyclized to form the 
diradical, then radical couples to form a higher molecular weight diradical.  This is in 
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Scheme 1-4.  Enediyne Derived monomers and polymers. 
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contrast to the other possible mechanism whereby a small fraction of monomers 
thermally cyclize and initiate a radical chain-growth polymerization, by reacting with 
other uncyclized enediyne monomers.  These two mechanisms are distinguished by 
following the growth of the polymer molecular weight relative to monomer consumption.  
In the step-growth mechanism, the molecular weight grows slowly, until nearly all of the 
monomer has been consumed, then rapidly grows as larger oligomeric species couple.  In 
chain growth, the molecular weight grows rapidly at high monomer concentrations then 
slows as the monomer reserves are depleted.   
Tolbert et al. reported in 2001, on the synthesis of an enediyne containing 
prepolymer produced from the radical initiated vinyl polymerization of 3,4-
bis(phenylethynyl)styrene (Scheme 1-4 E).43  This polymer was designed and tested as a 
plasma etch resistant material and was shown to be superior to conventional organic 
reactive ion etching (RIE) materials. 
Thorough structural comparisons of arenediyne polymerizations indicate that the 
products are not simply polynaphthalenes but rather more complex copolymers of 
naphthalenyl as well as the five-membered benzofulvenyl structures and possibly even 
polyacetylenyl repeat units.44   
All of these polymers, however, were limited in their usefulness due to the 
inability to produce soluble, high molecular weight polymers.  Many of these polymers 
required the addition of solubilizing alkyl side-chains, or were only characterized as 
soluble oligomers.  The inherent insolubility and infusibility is largely associated with the 
chain rigidity limits the applicability of what are otherwise high-performance materials.   
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BODA polymers characterization. 
In 1998, Smith et al. first reported the synthesis and characterization of a new class of 
bis-enediyne containing monomers that extended the concept of Bergman 
polymerizations and eliminated many of the drawbacks. 45   Bis-ortho-diynyl arene 
(BODA) monomers are similar tetrafunctional and structurally similar to two of the 
monomers prepared by Tour et al. connected by a bridging group.   
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Scheme 1-5.  Thermally initiated cycloaromatization and radical polymerization of 
BODA monomer to intermediate branched and fully cured polymer network.  Further 
eating in an inert atmosphere leads to high yield glassy carbon. 
 
Complete reaction of the enediyne functionalities of BODA monomers leads to 
crosslinked network versions of these polymers (Scheme 1-5 illustrates the idealized 
polynaphthalenyl structure for clarity of the branching scheme, though the actual 
backbones are probably more akin to the poly-(naphthalene-co-benzofulvene) structure 
illustrated in Scheme 1-6).  The intrinsically branched architecture resulting from the 
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Scheme 1-6. Structure of poly(naphthalene-co-benzofulvene) likely produced from 
radical polymerization of arenediynes, including BODA monomers.   
 
tetra-functionality of BODA monomers lead to oligomers with excellent melt and 
solution processability which can be utilized in molding and coating applications prior to 
final cure.46 The cured BODA network polymers also serve as excellent precursors to 
glassy carbonaceous material.   
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Scheme 1-7. BODA monomer synthesis from bisphenols (X(PhOH)2), via bromination, 
triflation, and Sonagashira coupling of terminal acetylenes (HCCR). 
 
BODA monomers are prepared from commercially available bisphenols in three 
high-yielding steps: selective ortho bromination, trifluoromethyl sulfonato esterification 
(triflation), and finally Sonagashira coupling of terminal alkynes as shown in Scheme 1-
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7.  Polymerization grade monomers (99+% pure) are purified by either recrystallization 
from acetone/ water mixture or by flash chromatography over silica or neutral alumina.  
The monomers may be easily varied in both the bridging group, X, by changing the 
starting bisphenols, and at the alkyne terminal position, R, by changing the alkyne used in 
the coupling reaction.  The crystal structures of two polymorphs of monomer 1-1 have 
been solved (Figure 1-1).  Monomer 1-3 also exhibits polymorphism as shown in Figure 
1-1.47-48 
 
Figure 1-1. Single crystal x-ray diffraction structures of the three concomitant crystalline 
polymorphs of Monomer 1-1 (X – C(CF3)2, R = Ph)49 
 
BODA-derived branched polymers and crosslinked polyarylene networks are able 
to overcome the processability-performance trade-off issues common to linear 
polyarylenes.  As with other cyclopolymerizations of enediynes, polymerization of 
BODA monomers requires no catalysts or initiators and produces no condensates.40  
Unlike the linear polyarylenes, however, the branched oligomer and polymer structures 
resulting from the inherent tetra-functionality of BODA monomers greatly improves both 
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their melt and solution processability making them suitable for molding and coating 
applications. 
 
Figure 1-2. Differential scanning calorimetry scans of α and β crystalline polymorphs of 
monomer 1-1, showing the two distinct melting endotherms, and the large polymerization 
exotherms.49   
 
Phenyl substitution at the R position in BODA monomers provides large melt 
processing windows ranging from 4-5 hours at 210 °C between monomer melt, and 
polymer network gellation, as measured by dynamic mechanical spectroscopy.  The 
polymerization exotherm of BODA monomers in the melt are detected by differential 
scanning calorimetry (DSC, 10 °C/min) with onset at 200-210°C.  The resulting thermal 
reaction profiles are consistent with known phenyl substituted arenediynes (Figure 1-2).   
Several BODA monomers exhibit polymorphism as revealed by DSC 
measurements.  For example, two crystalline forms of 1-1 have been observed and 
isolated.  DSC measured polymerization profiles of both polymorphs were almost 
 
-3
-2
-1
0
1
2
3
0 50 100 150 200 250 300 350 400 450
Temperature (°C)
m
W
/g
α β
 14
identical as shown in Figure 1-2, showing the melting of the α phase melts at 166 °C and 
immediately recrystallizes to the more stable β form, which melts at 192 °C.  Then a 
stable melt window opens before the onset of polymerization near 210 °C then a peak 
exotherm at 310 °C and a return to baseline near 380 °C.  
 
Figure 1-3.  Monomer consumption during polymerization indicates first-order 
polymerization kinetics for both melt and solution polymerization.49 
 
Early studies of BODA polymerization kinetics by isothermal and dynamic DSC 
techniques revealed that the polymerization follows first-order kinetics with activation 
energies of 129.7-142.3 kJ mol-1.  These values are consistent with the values reported by 
Keller37 for tetrakis(phenylethynyl)benzene.  The first-order kinetics indicate a chain 
addition polymerization mechanism where each diradical cyclized monomer produced is 
surrounded by an essentially infinite concentration of uncyclized enediyne monomer with 
which it reacts.  This is supported by a rigorous kinetic study of alkyl substituted 1,2-
diethynylbenzenes that also found first-order reaction kinetics with EA = 105.0 ±3.3 
kJ/mol for the 1,2-diethynyl benzene, and EA = 142.3 ±1.3 kJ/mol for the more sterically 
substituted 1,2-bis-(methyl, hept-2-ene-6-yneoate).49  Plots of monomer conversion (by 
 15
GPC) versus time also show first-order rates for both neat and solution (1.2 M in tri-iso-
propylbenzene) polymerization as shown in Figure 1-3.  The observed rate constant for 
neat polymerization kobs = 6x10-5 s-1 from Figure 1-3 agrees with the value predicted 
from DSC of k = 4x10-5 s-1 at 210 °C.  The thermal properties of monomers 1-1—1-5, 
including monomer melting points, heats of polymerization, activation energies and 
approximate gel time at 210 °C, are compared in Table 1-1.  The polymerization of 
BODA monomers proceeds faster in solvents without abstractable hydrogen atoms.  
Polymerization in tri-iso-propylbenzene significantly retards the rate of polymerization, 
when compared to other solvents such as diphenyl ether, due to the abstractable aliphatic 
protons.  
Table 1-1. Thermal Properties of BODA monomers 1-1—1-5.49 
BODA 
monomer 
Tm             
(°C) [a] 
Exotherm -∆H, 
(kJ mol-1 alkyne)[a]
Ea 
(kJ mol-1)[b] 
Gel Time at 
210 °C (h)[c] 
Wt. Loss at 
450 °C 
(%/h) [d] 
α  = 163 
1-1 β = 190 110.9 130.1 3.5 1.5 
1-2 α = 108 103.7 131.0 3.2 1.0 
α = 144  
β = 173 1-3 
γ = 182 
112.3 139.3 2.9 0.5 
1-4 α = 114 104.6 136.8 1.6 1.2 
1-5 α = 147 107.5 142.3 > 4 3.0 
[a] DSC (5 °C / min) in nitrogen. [b] DSC nth order kinetics. [c] Gel point to vitrification by dynamic 
mechanical spectroscopy (parallel plate). [d] TGA at 450 °C for 10 h in N2.   
 
Variation of the X spacer group did not have a measurable effect on the rate of 
polymerization for monomers 1-1—1-4, as measured by DSC, but the polymerization 
onset of monomer 1-5 was found to be significantly higher (271 °C) than the other 
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BODA monomers including the hexafluorine containing structural analog 1-1 (210 °C).   
This difference in reactivity has not been explained, but single crystal x-ray structures of 
monomers 1-1 and 1-5 suggest that they have nearly identical trans-alkyne distances. It 
has been suggested that the overall slow polymerization rate stems from the abstraction 
of hydrogen from the isopropyl spacer group by the aggressive phenyl radicals formed 
from monomer 1-5.   
 
Figure 1-4.  Gel permeation chromatograms (GPC) of BODA polymerization at different 
reaction times inset in extracted UV-Vis spectra of separated oligomers as a function of 
GPC retention times.49 
 
Reactive oligomeric mixtures of controlled molecular weight were obtained 
through melt polymerization of monomers 1-1—1-5 at 210 °C (Figure 1-4).50  Molecular 
weights of 3000-24,000 Mw and polydispersities (Mw/Mn) of 3-11 were obtained by GPC 
vs. polystyrene.  The UV-Vis spectra of oligomer fractions of increasing molecular 
weight of poly1 (210 °C for 12 h), extracted from the photodiode array detector of the 
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GPC, shows a bathochromic spectral shift with increasing molecular weight indicative of 
the evolving extended conjugation and electronic band structure in these materials.  GPC 
molecular weight distributions are also illustrated in Figure 1-4 (inset).  
 
Figure 1-5.  IR spectra of BODA monomer 1-1 (X = C(CF3)2, R = Ph, solid lines) and 
polymer (dashed lines) for (a) alkyne region and (b) substituted naphthalene region.49 
 
BODA monomer polymerization has been followed by in-situ infrared 
spectroscopy (IR, Figure 1-5)49  The IR spectra of monomer 1-1 shows an alkyne stretch 
at 2214 cm-1 that gradually disappears upon heating to the fully cured thermoset.  The 
mono-substituted phenyl bending mode observed at 688 cm-1 in the monomer shifts to 
701 cm-1 in fully cured polymer.  The phenyl wagging at 754 cm-1 lessens in intensity.  
Otherwise, only subtle shifts and peak broadening in the mono- and tri-substituted phenyl 
absorbances are observed, Table 1-2.  The IR data assignments are supported by the 
model compounds shown in Table 1-351: the phenyl bend of BODA monomers (685- 688 
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cm-1) is modeled by diphenylacetylene (688 cm-1) and the phenyl bend fully Bergman 
cyclized BODA networks (698-700 cm-1) is modeled by 1,2-diphenyl benzene (694 cm-
1).52  The phenyl wag mode (750-756 cm-1) is independent of the monomer substitution.  
The existence of benzofulvenes is assumed in the polymer as well, as they are very 
difficult to distinguish from the naphthalene absorbance bands, and are seen in similar 
polymers.43   No bands indicative of aliphatic or olefinic linkages are observed in the IR 
spectra for any BODA derived polymer networks, though they are seen in similar 
polymers derived from thermal polymerization of 1,2-ethynyl benzenes. 
Table 1-2.  IR peaks for BODA monomer 1-1 (X = C(CF3)2, R = Ph) and polymer.49 
Vibrational Mode IR Frequencies (cm-1) 
  Monomer Fully Cured Polymer 
CH stretch 3059, 3026 3060, 3027 
CC Ring Stretch 1599,† 1500,†  1442† 1599, 1494, 1442 
In-plane CH bend 1210, 1185,† 1137 1203, 1136 
Out-of-plane CH bend 966,† 914, 719, 688†, 754 964, 825, 725, 694, 754 
CF Stretch 1253 1252 
Alkyne Stretch 2215 none 
† Contributions from terminal phenyl group. 
 
Solution 13C NMR of monomer 1-1 shows a decrease in the alkyne signals at 
87.3, 87.5, 94.6, and 95.6 ppm upon polymerization.49  Pendant and branched terminal 
arenediyne groups (not observed in the IR due to symmetric stretching) formed during 
polymerization are seen as new sp carbon peaks (Scheme 1-5).  Multiple broad carbon 
signals from 124-134 ppm around the aromatic methyne and ipso monomer signals 
indicate that naphthalene and benzofulvenes structures are both formed during 
polymerization.    
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Table 1-3. IR bands of BODA monomers 1-1—1-5 their polymers compared to model 
compounds.49 
Monomer Polymer 
Compound 
Phenyl 
Bend Phenyl Wag Phenyl Bend Phenyl Wag 
 
     
     
 
monomer model* 689 * 750 *   
     
polymer model**   699** 750** 
BODA 1-1 687 752 700 756 
BODA 1-2 685 750 698 754 
BODA 1-3 688 752 698 754 
BODA 1-4 688 754 698 741 
BODA  1-5 689 755 700 756 
all IR frequencies in cm-1. 
 
Solid state 13C CP-MAS NMR for the cured polymer from monomer 1-149 
showed  broad signals at 115-150 ppm which correspond to both the aromatic carbons 
and the benzofulvene structures produced in the polymer (Figure 1-6).  A quaternary 
signal at 65 ppm is attributed to an intact C(CF3)2 of the X group.  Another quaternary 
signal at 55 ppm may be attributed to radical addition side reactions.  Alkyne signals are 
not observed in the fully cured (450 °C) polymer network.       
Glass transition temperatures (Tg) are not observed for the fully cured polymer 
networks, by either DSC or thermomechanical analysis (TMA) below 400 °C.49  
Parallel plate capacitance measurements showed dielectric constants ranging from 
2.5-2.7 for cured films of network BODA polymers.49   
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Figure 1-6.  Solid-state 13C NMR of polymer from BODA monomer 1-1 (X = C(CF3)2, R 
= Ph).49 
BODA derived oligomers and polymers exhibit visible luminescent properties, 
characteristic of many π-conjugated organic polymers.49  Solid state absorbance spectra 
of BODA oligomers and fully cured networks of monomer 1-1 (Figure 1-7) lack a well 
defined π−π∗ band gap and vibronic features commonly observed in linear polyarylenes 
and polyarylene vinylenes.53 This has been attributed to branching which leads to a broad 
distribution of conjugation lengths and therefore of π−π∗ transitions, and to the presence 
of both naphthalene and benzofulvene structures in the backbone.   
Superposition of the various absorptions from the branches should lead to a broad 
emission spectrum, but instead the emission profile from processable oligomers show a 
red-orange peak at about 615 nm, and the fully cured networks red-shift 100 nm to a 
deep-red emission, because the emission occurs from the states with the lowest 
π−π∗ energies54.  This intense coloring characteristic of polymers derived from cyclized 
arenediynes supports the distinction of these polymers from strict polynaphthalene which 
has a pale ivory color due to nonplanarity of the monomer units.37,55   
 
200 150 100 50               ppm 
100 50       ppm 
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Figure 1-7  Thin film absorbance  and emission spectra of  processable oligomer and 
fully cured network from monomer 1-1 (X = C(CF3)2, R = Ph, normalized).49 
 
BODA-derived polymers have been determined to be  among the most thermally 
stable organic polymers known56  by both isothermal and dynamic thermogravimetric 
analyses (TGA) in nitrogen and air.  Monomers were isothermally heated at 3 °C/min to 
325 °C followed by 2 h isothermal cure and continued heating at 3 °C/min to 450 °C.  
The equilibrium isothermal weight loss rates at 450 °C were found to be 0.7 %/hour for 
monomer 1-1 and between 0.5-1.5 %/hour for other BODA monomers (Table 1-1).   
BODA polymer networks cured at 450 °C were heated to 1600 °C in nitrogen and 
air to measure densification of the networks and glassy carbon yields57-58  A rapid weight 
loss of about 20% starting at ~500 °C is observed during the carbonization process for 
samples heated in N2.  With further heating, a gradual weight loss is observed between  
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Figure 1-8.  Thermal gravimetric analyses (TGA) of monomer 1-1 in both N2 and air. 49 
 
1100-1600 °C attribute to further carbonization or graphitization.  Samples heated in air 
completely degrade between 500 and 700 °C, but is stable at 494 °C in air indicating very 
high thermal stability of cured networks in oxidative atmosphere (Figure 1-8).49  
Equilibrium carbon yields at 900 °C for other monomers range from 80-90 %.  Pyrolysis 
of BODA polymers yields electrically conductive monolithic glassy solids.  BODA 
derived carbon properties will be discussed in chapter 3.   
 
Figure 1-9.  MALDI-TOF MS of BODA polymerization relative to reaction time. 
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BODA polymerizations have been followed by matrix assisted laser desorption 
ionization-time-of flight mass spectrometry (MALDI-TOF MS, Figure 1-9).59  Different 
length oligomers were observed  with the m/z of the long-lived diradical species up to the 
dodecamer.  The hydrogen end-capped species were not observed.  The distribution of 
molecular weights observed were indicative of a step-growth mechanism.   
 
Figure 1-10.   Electron Paramagnetic Resonance (EPR) intensity of long-live radical 
species in polymerization of BODA monomer 1-1 (X = C(CF3)2, R = Ph) relative to 
time.59 
 
Electron paramagnetic resonance spectroscopy (EPR) has been used to study 
BODA polymerizations and unpaired spins have been observed for both in situ heated 
BODA polymerizations and sampled BODA polymerizations (Figure 1-10).60  First-
order kinetics was observed.  The X bridging group again showed little effect on the 
kinetics of the polymerization, but heterocycles in the R position did show an increased 
rate of polymerization when compared to phenyl substituted monomers.  The radicals 
were proved to be very long-lived species, detectable after three weeks even when stored 
at room temperature and under normal atmosphere.     
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The BODA strategy uses Bergman cyclization in a novel way to prepare high-
performance, thermally-stable, polymer networks from commodity phenolic materials 
without sacrificing processability. Thermal polymerization can be performed either neat 
or in solution to yield soluble branched oligoarylenes with reactive pendant and terminal 
arenediyne functionality.  Fully processable oligomers can be solution or melt coated or 
molded and thermally cured without the formation of volatile products.  Only minimal 
weight loss was measured from the cured BODA network at 450 °C in nitrogen.  The 
processability combined with the high-performance thermal resistance of BODA derived 
polymer networks have potential applications in integrated circuits, carbon matrix 
composites, and emerging π-conjugated optoelectronic and optical devices. 
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CHAPTER 2 
EXPERIMENTAL 
 
Materials 
 
Chemicals 
 All chemicals were purchased and used as supplied without further purification 
unless stated otherwise.   
 
BODA Monomer Synthesis  
 
2,2-Bis(3-bromo-4-hydroxyphenyl)-1,1,1,3,3,3-hexafluoropropane  To a 250 mL 4-neck 
flask equipped with condenser, N2 purging tube, thermocouple, and a magnetic stirring 
bar, 10.00 g (0.0297 mol) of 2,2-bis(4-hydroxyphenyl)-1,1,1,3,3,3,-hexafluoropropane 
and 0.35 g (0.0059 mol) of iron powder was dissolved/ suspended in 100 mL of CCl4 and 
16.64 mL of glacial acetic acid (HOAc).  The solution was maintained at room 
temperature whil 19.5 g (0.122 mol) bromine was added dropwise over 150 min.  The 
reaction mixture was stirred for 3 hrs and the organic layer was washed with satd. aq. 
NaHCO3, then twice with water, and dried over MgSO4, filtered and evaporated 
providing 13.14 g (0.026 mol) yellow powder (90 % yield).  mp 95-96 °C.  FTIR (KBr 
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disk): (cm-1) 1046, 1136, 1175, 1208, 1256, 1499, 157, 1605, 3506 HRMS for 
C15H8Br2O2F6 calcd. (found): 491.8795 (491.8744). 
 
2,2-Bis(3-bromo-4-trifluoromethanesulfonatophenyl)-1,1,1,3,3,3-hexafluoropropane  
To a 250 mL three neck flask equipped with N2 inlet and thermocouple was added 34 mL 
CH2Cl2, 5 mL N(CH2CH3)3, and 6.0 g (0.012 mol) 2,2-Bis(3-bromo-4-hydroxyphenyl)-
1,1,1,3,3,3-hexafluoropropane at 25 °C.  The solution was cooled to 10 °C and 3.56 g 
(0.0256 mol) CF3SO2Cl was added and the mixture was stirred for 3 h, then quenched 
with 200 mL water, and washed with satd. aq. NaHCO3, dried over MgSO4, filtered and 
evaporated to provide 8.38 g (91 %) white crystals.  Mp 86-88 °C  FTIR (KBr disk): (cm-
1) 737,882,1137,1213, 1429, 1479  1H NMR (400 MHz, CDCl3 δ: 7.4 (4H, m), 7.74 (2H, 
s), 13C NMR (100 MHz, CDCl3) δ: 64.00 (hept, C(CF3)2, J = 30 Hz, 116.57, 116.98, 
122.97, 130.94, 133.71, 135.81, 147.83. 19F (376 MHz, CDCl3) δ: -63.84 (6F, s)  HRMS 
for C17H6Br2F12S2 calcd. (found): 755.7779 (755.7780). 
 
2,2-bis(3,4-di(phenylethynyl)phenyl)-1,1,1,3,3,3-hexafluoropropane (1-1) To a 250 mL 
4-neck flask equipped with a thermocouple, N2 purging  tube, dropping funnel and a 
magnetic stirred was added 10.00 g (0.01323 mol) of 2,2-Bis(3-bromo-4-
trifluoromethanesulfonatophenyl)-1,1,1,3,3,3-hexafluoropropane, 50 mL 
dimethylformamide and 50 mL N(CH2CH3)3.  The solution was deoxygenated by 
sparging with dry N2.  Then 0.687 g (9.79 x 10-4 mol) PdCl2(P(Ph)3)2 was added at 65 °C 
and the solution was heated to 90 °C.  Then, 6.59 g (0.0647 mol) phenyl acetylene was 
added dropwise over about 15 minutes.  The solution was heated to 90 °C and heated 
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overnight.  The reaction mixture was worked up by diluting with 100 mL CH2Cl2, and 
washed with 10 % HCl, and twice with water, dried over MgSO4 and evaporated to give a 
dark brown crude oil.  This was purified by flash chromatography, (silica/ hexane) to 
yield a yellow solid (81 %), mp 189-191 °C.  FTIR (KBr): (cm-1) 686, 752, 825, 877, 
912, 966, 991, 1068, 1097, 1135, 1182, 1207, 1251, 1321, 1413, 1442, 1500, 1598, 2213, 
3020, 3058.  1H NMR (400 MHz, CDCl3) δ: 7.30 – 7.40 (13H, m) 13C NMR (100 MHz, 
CDCl3) δ: 64.00 (hept, C(CF3)2, J = 30 Hz), 87.23, 87.48, 94.51, 95.38, 122.77, 126.16, 
126.93, 128.36, 128.40, 128.71, 128.78, 129.40. 131.63, 11.72, 132.51, 133.11. 19F NMR 
(376 MHz, CDCl3) δ: -63.84  HRMS for C47H26F6 calcd. (found): 704.1939 (704.1926)  
 
2,2-Bis(3,4-di(2-methyl-3-butyn-2-ol)phenyl)-1,1,1,3,3,3-hexafluoropropane (1-6)  To a 
dried 100 mL flask equipped with a condenser, N2 purging  tube, an inlet septum and a 
magnetic stirrer was added 2.00 g (2.646 x 10-3 mol) of 2,2-Bis(3-bromo-4-
trifluoromethanesulfonatophenyl)-1,1,1,3,3,3-hexafluoropropane, 16 mL 
dimethylformamide and 16 mL N(CH2CH3)3.  The solution was deoxygenated by 
sparging with dry N2.  Then 0.1372 g (9.79 x 10-4 mol) PdCl2(P(Ph)3)2 and 0.0375 g (1.96 
x 10-4 mol) was added at room temperature.  The solution was purged with N2, and heated 
to 50 °C with stirring.  Then, 1.29 mL (0.0133 mol) 2-methyl-3butyn-2ol was added 
dropwise over about 15 minutes.  The solution was heated to 90 °C for 2 hours.  The 
reaction mixture was worked up by diluting with 100 mL CH2Cl2, and washed with 10 % 
HCl, and twice with water, dried over MgSO4 and evaporated to give a dark brown crude 
oil.  This was purified by flash chromatography, (silica/ 1:10 ethyl acetate:hexane) to 
yield a yellow solid (81 %), mp 90-91 °C.  FTIR (KBr): (cm-1) 544, 655, 735, 827, 913, 
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966, 1175, 1200, 1374, 1400, 1499, 1676, 2242, 2986, 3348.  1H NMR (300 MHz, 
CDCl3) δ: 1.6 (s), 3.5 (s), 7.21(m), 7.31 (d), 7.57(m). 13C NMR (75 MHz, CDCl3) δ: 31.2, 
65.4, 79.7, 79.9, 99.4, 100.3, 125.9, 126.8, 128.4, 128.5, 129.2, 131.0, 132.0, 132.1, 
132.3, 132.5, 162.7.  19F NMR (188 MHz, CDCl3) δ: -64.31  Elem. Anal. for C35H34F6O4 
calcd. (found): C, 66.38 (66.12); H, 5.43 (5.54). 
 
MODA Monomer Synthesis 
 
1,2-bis(phenylethynyl)benzene61 (5-1)  To a clean dry 100 mL 3-neck flask equipped 
with a N2 inlet, condenser, rubber septum, and a magnetic stirrer, 1.0 mL (8.48 x 10-3 
mol), 0.6612 g (9.42 x 10-4 mol) PdCl2(PPh3)2, and 0.3599 g (1.88 x 10-3 mol) CuI were 
added along with 50 mL N(CH2CH3)3.  The solution was purged with 2 freeze pump thaw 
cycles.  After warming back up to 90 °C in an oil bath, 2.0 mL (1.87 x 10-2 mol) phenyl 
acetylene was added dropwise.  The solution was refluxed overnight.  The brown crude 
oil was dissolved in CH2Cl2, washed with satd. NH4Cl, and water, then vacuum 
evaporated.  The product was purified with flash chromatography (silica/ hexane) to yield 
1.68 g (72 %) yellow solid product  1H NMR (300 MHz, CDCl3) δ: 7.41 (m), 7.45 (m), 
7.74 (m). 13C NMR (75 MHz, CDCl3) δ: 88.79, 94.04, 123.59, 126.14, 128.36, 128.79, 
129.05, 131.97, 132,10, 133.91, 134.16, 137.45, 137.59. 
 
t-Butyl-3,4-dihydroxybenzoate  In a clean dry round bottomed flask, 4.9954 g (3.24 x10-2 
mol)  3,4-dihydroxybenzoic acid was dissolved in 125 mL t-butanol.  Then 3.9623g (3.24 
x 10-2 mol) DMAP, and 6.6902 g (3.24 x10-2 mol) DCC was added to produce a slurry, 
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which was stirred at room temperature overnight.  The reaction mixture was filtered and 
washed with water, 1M HCl, then vacuum evaporated and purified by flash 
chromatography (silica, Hexane:EtOAc) to yield 1.49 g (22 %) white crystalline product.  
1H NMR (300 MHz, CDCl3) δ:1.52 (9H, s), 6.83 (1H, d), 7.36 (1H, d), 7.44 (2H, s), 8.36 
(2H, broad s). 13C NMR (75 MHz, CDCl3) δ: 28.7, 79.59, 114.75, 116.28, 122.31, 
123.93, 144.60, 149.50, 165.09  GC-MS for C11H14O4 calcd. (found): 210.09 (210). 
 
t-Butyl-3,4-bis(trifluoromethanesulfonato)benzoate  In a flame dried flask, 1.4204 g (6.76 
x 10-3 mol) t-Butyl-3,4-dihydroxybenzoate was suspended in 50 mL CH2Cl2, and 1.6 mL 
pyridine and cooled in an ice bath. Then, 3.8124 g (1.35 x 10-4 mol) triflic anhydride 
(CF3SO2)2O was added dropwise and allowed to stir for 30 min, then warmed to room 
temperature and reacted for 5 hrs.  The reaction mixture was washed twice with water 
and dried over MgSO4, then dried under vacuum to yield 1.8996 g (59 %) solid product.  
1H NMR (300 MHz, CDCl3) δ:1.55 (9H, s), 7.50 (1H, d), 8.05 (1H, s), 8.08 (1H, d). 13C 
NMR (75 MHz, CDCl3) δ: 27.63, 82.97, 116.48, 120.72, 123.43, 124.68, 130.59, 133.85, 
140.26, 143.22, 162.25. 
 
t-Butyl-3,4-bis(phenylethynyl)benzoate  In a clean dry flask, 1.8996 g ( 4.00 x10-3 mol) t-
Butyl-3,4-bis(trifluoromethanesulfonato)benzoate was dissolved in 3 mL N(CH2CH3)3 
and 15 mL DMF.  The solution was purged with bubbling N2.  Then, 0.2291 g (3.24 x 10-
4 mol) PdCl2(PPh3)2 and 1.1 mL (9.39 x 10-3 mol) Phenylacetylene were added and the 
solution was heated to 80 °C for two hrs.  The reaction was allowed to cool to room 
temperature and then diluted in CH2Cl2, washed with satd. NH4Cl, and vacuum 
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evaporated.  The crude product was purified with flash chromatography (silica, 1:10 
CH2Cl2:hexane) to yield 1.2 g (80%) yellow solid product.  1H NMR (300 MHz, CDCl3) 
δ:1.61 (9H, s), 7.39 (6H, m), 7.61 (4H, m), 7.66 (1H, d), 7.90 (1H, s), 7.95 (1H, d).  13C 
NMR (75 MHz, CDCl3) δ: 29.82, 82.39, 99.20, 120.92, 122.50, 128.62, 128.96, 131,95, 
133.45, 163.45. 
 
3,4-bis(phenylethynyl)benzoic acid (5-2)  In a clean dry 25 mL flask, 0.1261 g (3.34 x 
10-4 mol) t-Butyl-3,4-bis(phenylethynyl)benzoate and 4 mL 5M HCl/Et2O solution was 
added and allowed to react at room temperature with stirring overnight.  The solution was 
vacuum evaporated at room temperature, redissolved in Et2O, separated, and 
recrystallized in acetonitrile to yield a yellow solid product.  1H NMR (300 MHz, 
DMSO-d6) δ:3.34 (1H, broad s), 7.43 (6H, s), 7.57 (4H, s), 7.74 (1H, d), 7.92 (1H, d), 
8.10 (1H, s).  13C NMR (75 MHz, DMSO-d6) δ: 87.72, 88.05, 94.69, 96.62, 122.0, 125.5, 
129.07, 129.49, 129.80, 129.88, 130.10, 132.03, 132.69, 132.88, 166.60. LC-MS for 
C23H14O2 calcd (found) 322.1 (320.7). 
 
N-(p-chlorophenyl)-3,4-bis(phenylethynyl)benzamide  To a clean dry 25 mL round 
bottomed flask equipped with a rubber septum and a magnetic stirrer, 0.0516 g (1.55 x10-
4 mol) 3,4-bis(phenylethynyl)benzoic acid, 0.0505 g (2.32 x 10-4 mol) DCC, and 0.0330 g 
(2.32 x 10-4 mol) DMAP were added and dissolved in 5 mL anhydrous CH2Cl2.  Then 
0.0358 g (2.32 x 10-4 mol) 4-chloroaniline was added.  The solution was flushed with N2 
and allowed to stir at room temperature overnight.  The crude reaction mixture was dried 
under vacuum and separated with flash chromatography (silica, EtOAc:hexane) to yield 
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0.0794 g product (118%)  1H NMR (300 MHz, CDCl3) δ:  7.26 (8H, m), 7.58, (7H, m), 
7.78 (1H, m), 8.01 (1H, s), 8.10 (1H, s).  13C NMR (75 MHz, DMSO-d6) δ: 87.47, 87.71, 
94.89, 96.48, 121.65, 122.8, 126.0, 126.5, 126.9, 128.59, 128.97, 129.26, 130.23, 131.85, 
132.2, 133.8, 135.4, 154.05.  LC-MS for C29H18ClNO calcd. (found) 431.11 (430.0). 
 
3,4-bis(trifluoromethanesulfonato)benzaldehyde  To a clean dry 100 mL round bottomed 
flask equipped with a rubber septum and a magnetic stirbar, 1.0105 g (7.24 x10-3 mol) 
3,4-dihydroxybenzaldehyde was added and dissolved in 40 mL CH2Cl2 and 1.2 mL 
pyridine.  The solution was cooled to 0 °C in an ice bath.  Then, 2.5 mL (1.44 x 10-2 mol) 
(CF3SO2)2O was added dropwise and allowed to react at 0 °C for 30 minutes, then 
warmed to room temperature and allowd to react for 5 h.  The reaction mixture was 
washed twice with water and dried over MgSO4, then dried under vacuum to yield 1.6807 
g (20 %) solid product 
 
3,4-bis(phenylethynyl)benzaldehyde (5-4)  To a clean dry 3-necked flask with a 
condenser, two rubber septa and a magnetic stirrer, 1.6807 g (4.17 x10-3 mol) 3,4-
bis(trifluoromethanesulfonato)benzaldehyde was added and dissolved in 4 mL DMF and 
4 mL N(CH2CH3)3.  The solution was bubbled with N2 gas, then eated to 65 °C.  0.1177 
g (1.67 x 10-4 moles) PdCl2(PPh3)2, and 0.0208 g (8.36 x 10-5 mol) CuI were added.  
Then, 1.15 mL (1.04 x 10-2 mol) phenylacetylene was added dropwise.  The solution was 
heated to 90 °C for 2.5 h.  The crude product was cooled, diluted with CH2Cl2, washed 
with 1M HCl, and water, then separated and dried under vacuum.  The crude oil was 
separated by flash chromatography, (silica, 1:9 CH2Cl2: hexane) to yield 0.6520 g (51 
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%) yellow solid.  1H NMR (300 MHz, CDCl3) δ:  7.36 (6H, s), 7.59 (4H, m) 7.72, (1H, 
s), 7.75 (1H, s), 7.99 (1H, s) 9.93 (1H, s) .  13C NMR (75 MHz, CDCl3) δ: 87.43, 88.14, 
95.16, 97.75, 122.74, 122.8, 127.6, 128.23, 128.68, 129.04, 129.31, 131.49, 131.91, 
132.03, 132.45, 133.34, 135.34, 190.84. GC-MS for C23H14O calcd (found): 306.10, 
(306). 
 
3,4-dihydroxybenzamide62  To a clean dry 25 mL round bottomed flask equipped with a  
stirbar, 0.6783 g (5 x10-3 mol) 3,4-dihydroxybenzonitrile was added along with 15 mL 
12M HCl, and heated at 40 °C for 3 hrs.  The solution was then cooled to room 
temperature, poured into ice water, washed with ethyl acetater.  The aqueous fraction was 
then reduced under vacuum to yield 0.74 g (96%) off white crystalline product. 1H NMR 
(300 MHz, acetone-d6) δ:6.17 (3H, broad s), 6.91 (1H, d), 7.37 (1H, d), 7.48 (1H, s).  13C 
NMR (75 MHz, acetone-d6) δ: 115.20, 116.5, 121.26, 122.78, 144.72, 149.94, 210.39. 
 
3,4-bis(trifluoromethanesulfonato)benzamide  To a clean dry 100 mL round bottomed 
flask equipped with a stirbar and a rubber septum, 0.4634 g (3.03 x10-3 mol) 3,4-
dihydroxybenzamide was added and dissolved in 20 mL anhydrous CH2Cl2, and 1.5 mL 
anhydrous pyridine.  The solution was cooled to 0 °C in an ice bath, while stirring.  Then 
1.04 mL (6.36 x 10-3 moles) triflic anhydride, (CF3SO2)2O was added dropwise and 
allowed to react for 2.5 hrs.  The reaction was warmed to room temperature and reacted 
overnight.  The crude reaction mixture was quenched with water, dissolved in CH2Cl2, 
and separated.  The organic layer was vacuum evaporated and purified by flash 
chromatography (silica, EtOAc: Hexane) to yield 0.1633 g (13%) yellow product.  1H 
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NMR (300 MHz, acetone-d6) δ:7.19 (2H, broad s), 7.89 (1H, d), 8.24 (2H, m).  13C NMR 
(75 MHz, acetone-d6) δ: 116.54, 120.77, 123.37, 124.19, 129.54, 136.77, 140.18, 142.17, 
164.96. 
 
3,4-bis(phenylethynyl)benzamide (5-5)  To a clean, dry 100 mL round bottomed flask 
equipped with a condenser, 2 rubber septa, and a magnetic stirbar, 0.2900 g (6.95 x10-4 
mol) 3,4-bis(trifluoromethanesulfonato)benzamide was added and dissolved in 15 mL 
DMF and 15 mL N(CH2CH3)3 and purged with N2.  Then 0.0481 (5.56 x 10-5 mol) 
PdCl2(PPh3)2 was added to the solution.  Then0.17 mL (1.53 x 10-3 mol) phenylacetylene 
was added dropwise.  The solution was heated to 90 °C and allowed to react for 4.5 hrs.  
The crude mixture was cooled, diluted in CH2Cl2, washed with 1M HCl, then water, 
separated and dried under vacuum.  The product then precipitated out to yield 0.0827 g 
(37 %) yellow solid.  1H NMR (300 MHz, DMSO-d6) δ: 3.37 (2H, broad s), 7.43 (6H, d), 
7.56 (4H, s), 7.69 (1H, d), 7.89 (1H, d), 8.12 (1H, d).  13C NMR (75 MHz, DMSO-d6) δ: 
88.11, 88.14, 94.40, 95.86, 122.32, 125.21, 127.69, 128.40, 129.50, 129.86, 131.21, 
131.90, 132.39, 134.66, 166.92. LC-MS for C23H15NO calcd (found): 321.12 (320.0). 
 
3,4-bis(phenylethynyl)aniline (5-6)  30.2 g NaOH was dissolved in 120 mL DI water, and 
cooled to 0 °C in an ice bath.  Then 8.4 mL (26.2 g) Br2 was added and cooled to 0 °C 
again to yield 132 mL of NaOBr.  Then, 0.0134 g (4.17 x10-5 mol) 3,4-
bis(phenylethynyl)benzamide was added to a clean dry vial, and 0.2 mL (NaOBr solution 
added to cover solid.  The reaction was then stirred at room temperature overnight.  The 
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solution was extracted with CH2Cl2 to remove the product as a yellow oil.  1H NMR (300 
MHz, CDCl3) δ:3.66 (2H, broad s), 7.37-7.62 (13H, m). 
 
3,4-dibromoanisole  To a clean dry 250 mL round bottomed flask, 4.0515 g (0.021 mol) 
3-bromoanisole was added to 42 mL acetone,  3.806 g (0.021 mol) N-bromosuccinimide 
was added.  Then, 0.2 mL 1M HCl was added.  The solution was stirred for 30 min, then 
105 mL Hexane was added and the solution was cooled in an ice bath.  The succinimide 
was filtered out, and the solution was evaporated to yield a yellow solid.  1H NMR (300 
MHz, CDCl3) δ: 3.59 (3H, s), 6.56 (1H, dd), 6.97 (1H, d), 7.26 (1H, d). 13C NMR (75 
MHz, CDCl3) δ: 56.3, 115.0, 118.9, 124.6, 133.7, 159.2, 206.5. 
 
3,4-dibromophenol  In a flame dried round bottom flask, 2.514 g dibromoanisole was 
dissolved in 30 mL CH2Cl2, and purged with N2.  The solution was cooled in a N2 (l)/ 
acetone bath.  A 1M solution of BBr3 (10.7 mL BBr3 in 111 mL CH2Cl2) was added 
dropwise.  The solution was reacted in cold bath for 30 minutes, then warmed to room 
temperature and stirred overnight.  Then, 250 mL ice water added.  Solution was washed 
with 1M NaOH, then extracted with ethyl acetate, washed with NaHCO3, and brine, then 
dried over MgSO4.  Crude product was purified by flash chromatography (silica/ 2:1 
hexane: CH2Cl2) to yield 0.96 g (40%) off-white crystals.  1H NMR (300 MHz, CDCl3) δ: 
5.69 (1H, broad s), 6.66 (1H, dd), 7.13 (1H, d), 7.41 (1H, d). 13C NMR (75 MHz, CDCl3) 
δ: 115.68, 116.41, 128.87, 125.13, 134.19, 155.05  GC-MS calcd (found): 249.86 (250), 
251.86 (252), 253.86 (254). 
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3,4-bis(phenylethynyl)phenol (5-7)  To a clean dry 3-neck flask fit with a condenser, two 
rubber septa, and a magnetic stirrer, 0.6591 g (2.61 x 10-3 mol)3,4-dibromophenol was 
dissolved in 15 mL DMF and degassed with bubbling N2 Then 5 mL N(CH2CH3)3, 
0.0684 g (9.68 x 10-5 mol) PdCl2(PPh3)2 and 0.0105 g (0.0094 mol) CuI were added. The 
solution was heated to 65 °C.  Then 0.75 mL (6.5 x 10-3 moles) phenylacetylene were 
added dropwise, and the solution was heated to 90 C and allowed to react overnight.  The 
crude oil was diluted in CH3Cl2, and washed with 10 % HCl, and water, then vacuum 
evaporated.  The product was found to be primarily starting material however, and was 
not isolated.   
 
4-(4-(3,4-bis(phenylethynyl)styryl)-2,5-bis(octyloxy)styryl)-1,2-
bis(phenylethynyl)benzene  To a clean dry 3-neck 100 mL flask, 0.1644 g (5.37 x 10-4 
mol) 3,4-bis(phenylethynyl)benzaldehyde was added, and dissolved in 20 mL ethanol.  
Then 0.1732 g (2.68 x 10-4 mol) 1,6-bis(diethylmethylphosphonate)-2,5-bis-
octyloxybenzene was added to the solution.  The solution was cooled to 0 °C in and ice 
bath.  The flask was evacuated and flushed with nitrogen in three cycles.  Then, 0.52 mL 
(5.2 x 10-4 mol) 1M KOtBu in THF was added in four parts at 15 minute intervals.  The 
solution was allowed to warm to room temperature and react for 24 h.  The product was 
isolated by flash chromatography (silica, 1:5 CH2Cl2: hexane) to yield 0.2041 g (81 %) 
bright yellow green solid.  1H NMR (300 MHz, CDCl3) δ: 0.85 (6H, m), 1.24 (20H, m), 
1.72 (4H, m), 3.63 (4H, qt), 6.87 (4H, s), 7.30 (16H, m), 7.52 (6H, m), 7.54-7.8 (4H, dd), 
7.96 (2H, s). 13C NMR (75 MHz, CDCl3) δ:  6.53, 6.61, 14.17, 16.39, 18.41, 22.73, 
26.20, 29.34, 29.47, 29.53, 31.89, 57.97, 61.54, 61.62, 62.01, 69.01, 87.19, 87.91, 95.03, 
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97.66, 105.60, 114.93, 119.7, 123.0, 127.0, 128.18, 128.43, 128.57, 128.94, 129.21, 
131.79, 131.91, 132.38, 133.27, 135.27, 150.42. 
 
N-ethyl-1-(3,4-bis(phenylethynyl)benzene-2,3-[60]fullereno-pyrrolidine  To a clean dry 
25 mL flask fitted with a condenser. , 0.0328 g (1.07 x 10-4 mol) 3,4-
bis(phenylethynyl)benzaldehyde and 0.0259 g (0.32 x 10 -4 mol) C60 was added and 
dissolved in 3 mL DMF.  Then, 0.0129 g (1.07 x 10-4 mol) N-ethyl glycine was added to 
the solution.  The reaction was heated to 130 °C for 5 days, cooled to room temperature 
and analyzed without purification.  1H NMR (300 MHz, CDCl3) δ:  0.83 (3H, m), 1.25 
(2H, m), 1.58 (H, s), 2.17 (H, s), 3.95 (2H, qt), 7.38, (6H, m), 7.45 (2H, d), 7.58 (1H, m), 
7.65 (1H, d), 7.72 (1H, s), 8.96 (s, leftover aldehyde). 13C NMR (75 MHz, CDCl3) δ:  
13.38, 14.23, 22.80, 29.80, 36.21, 86.93, 87.35, 95.49, 96.87, 122.66, 127.0, 127.99, 
128.60, 129.08, 129.21, 131.87, 131.94, 132.06, 132.32, 132.85, 143.19, 163.79, 171.12.  
MALDI-TOF-MS (1:2:1, analyte:dithranol:AgTFA) calcd. (found) 1067.17 (1067.038). 
 
Instrumentation 
 
Nuclear Magnetic Resonance (NMR) 
 1H NMR 500 MHz, proton decoupled 13C NMR 125 MHz, 1H NMR 400 MHz, 
proton decoupled 13C NMR 100 MHz, 1H NMR 300 MHz, proton decoupled 13C NMR 
75 MHz, and 19F NMR 188 MHz spectra were obtained with JEOL Eclipse + 500,Varian 
Unity Plus, Bruker AF-300, and Bruker AF-200 spectrometer systems, respectively.  
Chloroform-d was used as the solvent unless otherwise noted, and all chemical shifts 
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were calculated relative to tetramethylsilane (TMS, 0 ppm), and CDCl3 (13C, 77 ppm) 
internal standards. 
 
Liquid Chromatography/ Mass Spectrometry (LC/MS) 
 Liquid chromatography/ mass spectrometry data was obtained using in the R. K. 
Marcus laboratory with an EI-MS detector.   
 
Gel Permeation Chromatography (GPC) 
 Gel Permeation Chromatography was performed on a Waters 2695 Separations 
Module with Waters 996 Photodiode array and 2410 Refractive index detectors and 
Polymer Laboratories PLGel 5 µm Mixed Bed D and Mixed Bed-E analytical columns 
and a PL guard column were maintained at 35 °C to obtain the separation.  Polymer 
Laboratories narrow polystyrene standards (Mp = 377400-580) were used to calibrate the 
columns.  The mobile phase was CHCl3, at 1 mL/min.  The sample concentration was 1 
mg/ml and the injection volume was 100 µL. 
  
Multi-Angle Light Scattering (MALS) 
A Wyatt Technologies MiniDawn 3-angle light scattering module was used in 
conjunction with the GPC system above to obtain the MALLS data.  The Waters 996 
Photodiode array detector was used as the concentration detector.   
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Thermogravimetric Analysis (TGA) 
TGA experiments were conducted using a Mettler Toledo SDTA851e TGA with a 
N2 flow rate of 40-50 mL/min, and an alumina pan. 
 
Electron Microscopy 
Scanning Electron Microscopy (SEM) and Transmission Electron Microscopy 
(TEM) experiments were performed using a Hitachi S4700 Field Emission SEM and an 
Hitachi S4800 Field Emission SEM.  Hitachi Model NANO H9500 transmission electron 
microscope for high resolution images (HRTEM, 300 kV) and a Hitachi Model 7600 
transmission electron microscope for low resolution images (LRTEM, 120 kV) 
respectively.   
 
Energy Dispersive X-Ray Spectroscopy (EDX) 
 Energy dispersive x-ray spectroscopy was performed with an Oxford INCA 
Energy 200 EDS module equipped on the Hitachi S4800 Field Emission SEM. 
 
Raman Spectroscopy 
 The Raman spectra were recorded using a Renishaw 1000 Raman spectrometer 
with the 785 nm emission line of a near infrared laser as the excitation source. 
 
Reflectance Spectroscopy  
 Reflectance measurements were obtained with an Ocean Optics PC2000 fiber 
optics spectrometer routed through an optical stereomicroscope. 
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Dilatometry 
 A vertical Linseis dilatometer L75 with single push rod at the Air Force 
Research Labs (Edwards Air Force Base, CA) was used for carbonization and CTE 
measurements. 
 
High-Resolution Mass Spectrometry (HRMS) 
 High-resolution mass spectrometry was obtained from the FAB micromass 70-
SE-4FE and micromass 70VSE (chemical ionization) instruments at the University of 
Illinois. 
 
Elemental Analysis 
 Powdered monomer samples were analyzed for C, H, O by Atlantic Microlab, 
Inc., Norcross, GA with a detection limit of 0.3 %. 
 
Contact Angle Goniometry 
 Contact angles were obtained using a simple manual contact angle goniometer.   
 
Infrared Spectroscopy 
 IR spectra were recorded on a Perkin-Elmer model 2000 instruments (liquid 
film, KBr disks). 
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Electron Paramagnetic Spectroscopy (EPR) 
 EPR experiments were performed using a Bruker EMX spectrometer and 
temperature controller. Radical formation during the in situ polymerization was 
monitored with continuous EPR measurements at varying microwave power. 
 
Surface Area Measurement 
 BET (Brunauer, Emmett and Teller method) Surface area measurements were 
performed using a Micromeritics ASAP 2010 N2 gas adsorption analyzer in S.E 
Creager’s laboratory. 
 
Thermomechanical Analysis (TMA) 
 Thermomechanical analysis was performed using a Seiko Instruments Inc. 
TMass 350C Thermal Mechanical analyzer with a flat circular probe of diameter 3.5 mm 
in K. Ivey’s laboratory.  
 
Matrix Assisted Laser Desorption Ionization Time of Flight Mass Spectrometry 
(MALDI-TOF-MS) 
Matrix Assisted Laser Desorption Ionization Time of Flight Mass Spectrometry recorded 
with an Omni Flex MALDI-TOF mass spectrometer. 
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Experimental Procedures 
 
Fabrication of Carbon Inverse Opal. 
Monodisperse SiO2 nanospheres were made by a modified Stober-Fink-Bohn 
method, (30-31) and permitted to self-assemble by sedimentation into the close packed opal 
structure.(19)  Tetraethyl orthosilicate used in the sol-gel colloid synthesis was distilled 
prior to use.   
This structure was then sintered between 900-1000 °C in a quartz tube in order to 
create necks between the spheres.  The particle necks are important as they will later be 
used to facilitate the complete removal of the SiO2.  The opal was washed with saturated 
aqueous NaHCO3 and dried.  Monomer 1 was melted above 90 ºC slowly into the pores 
between the SiO2 spheres, cured at about 240 °C for 10 minutes and, then further heated 
to about 900 °C for 10 minutes under N2 to complete the pyrolysis step and take the 
polymer to a glassy carbon state.  Initial attempts with monomer 2 followed the same 
procedure with the exception of melting temperatures above 190 ºC and curing above 210 
ºC.  Carbon yields by TGA have been shown to be 77-78 % carbon from the initial mass 
of monomer used.  The glassy carbon impregnated opal was then treated with HF (48% 
aq.) for 2 hours to remove the SiO2 template, washed well with water and allowed to dry. 
 
Carbon Inverse Opal sensing 
The reflectance data were obtained at either 100x or 200x magnification.  The 
solvent sensing attenuation experiments were performed by placing a drop of each mixed 
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solvent solution on the opal surface and measuring the reflectance while wet and then 
again after the solvent has evaporated, to avoid movement of the inverse carbon opal.   
The 5CB liquid crystal switching experiment was performed by placing the 
inverse carbon opal on a thermoelectric plate, with a thermocouple.  The pores in the ICO 
were filled with 4-pentyl-4’cyanobiphenyl.  Then a reflectance spectrum was obtained on 
the spectrometer.  The plate was then heated to above the transition temperature, to 51.1 
°C, and another reflectance spectrum was obtained.  The plate was then allowed to return 
to room temperature, below the liquid crystal phase transition temperature, and a third 
reflectance spectrum was taken.  
The hemoglobin sensing experiment was performed by dissolving 1/16 g 
lyophilized hemoglobin in 1 mL of borate buffers.  The borate buffers were made by 
dissolving 3.875 g H3BO3 in 1000 mL DI H2O to produce a 0.0627 M solution with a pH 
= 6.62.  The remaining four solutions were titrated to their proper pHs (7.0, 7.5, 8.0, 8.5) 
with a 0.0997 M solution of Na2B4O7 (38 g Na2B4O7 in 1000 mL DI H2O, pH = 9.31).  
The ICO was examined for a reliably reproducible reflectance.  Then the ICO was filled 
with each solution and a reflectance spectra was taken.  After each spectra, the ICO was 
washed with the clean buffer for the following solution.   
 
Disordered Porous Carbon. 
The disordered carbon foam was produced in the same manner as the inverse 
carbon opal.  This colloidal silica template was not perfectly monomodal or not self-
assembled.  A monolith of this template was gently heated on a piece of PTFE plastic on 
top of a hot plate at about 100 °C.  Solutions of BODA monomer were then allowed to 
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soak into the silica monolith, where the solvent evaporated.  This was repeated until the 
silica no longer absorbed the solution.  The silica was then heated in a tube furnace to 
1000 °C to carbonize the polymer.  The monolith was removed and carefull treated with 
aq. HF to remove the silica template.  Crushing the monolith before treatment with the 
HF increases the rate of etching.  The carbon was then washed with water and dried.   
BET surface area experiments were performed in Dr. Creager’s lab with a 
powdered sample. 
 
Dimodal Carbon Foam 
Dimodal carbon foams were fabricated using colloidal silica as above.  
Specifically, 92 mL ethanol, 3.2 mL NH4OH (aq), and 38.4 mL  DI water, were mixed 
and 10.2 mL tetraethyl orthosilicate was added dropwise to a clean Erlenmeyer flask 
while stirring.  The solution was allowed to stir for 3 hours to produce the silica spheres 
of ~200 nm diameter.  This solution was diluted with an equal portion of DI water.  A 
small cube of macroporous carbon (produced from mesophase pitch, as provided by Oak 
Ridge National Laboratories, pore size ~1 mm) was treated with an aqueous solution of 
lauryltrimethyl ammonium chloride, while suspended by a string.  The treated carbon 
macrofoam was then saturated with the diluted silica suspension, and allowed to dry.  The 
silica infiltrated carbon macrofoam , was heated under N2 flow in tube furnace to 1000 
°C to sinter the silica.  The sintered silica infiltrated carbon macrofoam was then treated 
with a solution of BODA monomer (X = C(CF3)2, R = C(CH3)2OH) in CH2Cl2, dried 
and again heated to 1000 °C under N2 in a tube furnace.  The carbonized foam was 
treated with HF (aq) to remove the silica.   
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Carbon Fluorination 
A carbon pellet was generated by heating BODA monomer to 1000 °C under N2 
in an alumina TGA pan.  The resulting carbon pellet was embedded near the surface of an 
epoxy casing (Caroplastic).  The epoxy encased carbon was then sanded with a water 
cooled sanding table until the surface of the carbon was completely exposed and flat.  
The contact angle of both water and mineral oil were determined by averaging 3 
measurements each.  The pellet was cleaned and dried between each measurement.  An 
EDX spectrum was taken to determine the elemental composition of the carbon pellet.  
The pellet was then treated with 13.8 mL solution of 4-(4-trifluorovinyloxyphenyl)-1-
phenyl-diazonium tetrafluoroborate at 90 °C for 1 hr.  This solution was prepared from 
0.0785 g (2.96 x 10-4) moles 4-(4-trifluorovinyloxyphenyl)-aniline dissolved in 0.5 mL 
diethyl ether, treated with a mixture of 8 mL BF3·Et2O and 3 mL HF (48%) (1:1 BF3:HF 
mole ratio), cooled to 0 °C, and treated with 2.6 mL isoamyl nitrite at 0 °C for 1 hr.  The 
pellet was removed from the reaction mixture and washed thoroughly with acetone, 
water, and chloroform.  The carbon pellet was then again tested for contact angle with 
water and mineral oil as above.  An EDX spectrum was again taken to determine the 
elemental composition of the fluorinated carbon pellet. 
 
Carbon nanotubules 
A Whatman Anodisc alumina filter with 0.2 µm pore sizes was coated in a 
solution of BODA monomer (X = C(CF3)2, R = C(CH3)2OH) in CH2Cl2, and allowed to 
dry.  The coated filter was then heated to 1000 °C under N2 in a tube furnace.  The 
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carbonized sample was then treated with saturated KOH to etch the alumina, washed with 
water, and dried, then analyzed under SEM. 
 
BODA-co-C60 
BODA (X = C(CF3)2, R = Ph) homopolymerization and copolymerization were 
carried out under identical conditions.  In a copolymerization experiment, 32.1 mg 
BODA monomer 1 and 14.0 mg C60 were added to a clean dry schlenk tube, and 
dissolved in 4 mL 1-methyl pyrrolidinone (NMP), flushed with dry nitrogen and sealed.  
The reaction was then heated in oil bath at reflux with magnetic stirring for 24 h.  NMP 
was removed by heating at 80 °C under vacuum to give BODA-co-C60 as a black powder. 
 
BODA-co-Carbon Nano-onions 
Typically, a suspension of 20.0 mg purified (annealed 1 hour at 400 °C; refluxed 
for 48 hrs. in 3M HNO3 48h, annealed 1 hour at 400 °C and supercritical water dried) 
sample of carbon nano-onions (CNOs) with 40.0 mg BODA monomer (X = C(CF3)2, R = 
Ph) in 1 mL 1-methyl-pyrrolidinone (NMP) was ultrasonicated for 30 min, followed by 
refluxing for 4 days in a sand bath at 240 °C. After cooling to room temperature, the 
black-green suspension was separated by five cycles of centrifugation for 18 hrs., 
decanting, adding 3 mL clean NMP, and sonicating for 5 minutes until the supernatant 
NMP solution remained colorless.  The remaining solid was then washed twice with 3 
mL diethyl ether to remove the remnant NMP and dried at 200 °C in the vacuum oven 
until a constant weight was obtained.  The NMP solutions were evaporated to dryness 
under high vacuum at 100 °C, washed with 2 mL ether, sonicated, and centrifuged until 
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the supernatant remained colorless to remove the unreacted BODA fraction (as 
determined by TEM.  The dried NMP soluble fractions were then washed with 4 cycles 
of sonication in 2 mL volumes of CHCl3, and centrifugation to remove a deep red 
solutions.  These were collected filtered with a Whatman 0.45 µm PP filter and 
evaporated to dryness. This fraction was then washed 5 mL of ether, sonicated for 30 
min, centrifuged, decanted and at 150 °C under high vacuum for 48 hrs. to yield the 
highly BODA-functionalized CNOs as determined by TGA.  The fraction of NMP 
soluble fraction that remained insoluble in CHCl3 was determined by TGA to remain 
soluble in NMP and to be a BODA-functionalized CNOs fraction with a lower portion of 
BODA polymer. 
 
MALDI-TOF-MS 
BODA-co-C60 MALDI data was obtained by grinding 2 mg BODA-co-C60 (1.8 
wt% C60) with 27 mg sulfur (S8) in a mortar and pestle.  Mass Spectrometry recorded 
with an Omni Flex MALDI-TOF mass spectrometer (70-80 % laser power, reflectron 
positive mode.)  
 
Electron Paramagnetic Resonance (EPR) 
BODA monomer (X = C(CF3)2, R = Ph) and fullerene C60 (50.6 wt% C60) were 
placed in a 1:1 molar ratio in a degassed and flame-sealed quartz tube, and heated in situ 
at 210º C for the duration of the experiment.  Radical formation during the 
polymerization was continuously monitored at varying microwave power (0.2 – 200 mW). 
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Transmission Electron Microscopy (TEM) 
The size and morphology of the polymers of the BODA-co-C60 (2:1 molar ratio) 
and BODA-co CNOs were prepared from solution by placing a drop onto a Cu grid 
bought from SPI Supplies© (300 mesh Cu grid, lacey carbon coated), dried at 100 °C 
under high vacuum, observed using a Hitachi Model NANO H9500 HRTEM and the 
Hitachi Model 7600 LRTEM  
 
Thermal Gravimetric Analysis 
TGA of the fullerene copolymer samples were typically performed using ~10 mg 
copolymer sample heated under N2 flow at 40-50 mL/min to the ceiling temperature at 3 
°C/min.  The BODA-co-C60 copolymer (30.4 wt% C60) was heated to 1000 °C, and the 
BODA-co-CNOs samples were heated to 1100 °C. 
 
Raman Spectroscopy 
The Raman spectra were recorded using a Renishaw 1000 Raman spectrometer 
with 785 nm emission line from a NIR laser excitation source.  The solid analyte 
compound was placed onto a glass slide underneath the laser, and the spectra were 
recorded with 50x objective lens, high detector gain, with laser power 25, for 3 
accumulations of 30 s each. The BODA-co-C60 copolymer was the 30.4 wt% C60. 
 
Diodes 
BODA-co-C60 (15:5 molar ratio, 10 mg/mL) prepolymers were spin-cast (1000 
rpm, 180 sec, 2 cycles) on to plain glass slides, ITO glass slides, and aluminum coated 
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glass slides.  Half of the prepolymer films were then cured by gently heating to ~200 °C 
for 2 hrs on a hot plate.  Aluminum dots were then vacuum evaporated onto the films and 
the I-V characteristics of each film were determined in collaboration with Dr. Harrell’s 
laboratory using a four point probe semiconductor parameter analyzer between -7 — 7 V.   
 
Multi-Angle Light Scattering (MALS) 
Multi-Angle Light scattering was performed on identically polymerized samples 
of BODA (x = C(CF3)2, R = Ph) homopolymer, C60 copolymer, and CNOs copolymer.  
Each polymer was dissolved in a 1 mg/mL solution of HPLC grade CHCl3, and filtered 
through a 0.45 µm PVDF or PP filter.  Each was run through the GPC-MALLS system 
described above.  A graph of the cumulative hydrodynamic radius (rh) of each compound 
shows the step nature of the two fullerene containing copolymers, in opposition to the 
gradual growth of the homopolymer (Figure 2).  The C60 containing polymer has a sharp 
increase in polymer fraction at rh = 6-8 nm.  The multilayered CNOs containing polymer 
has a similar increase at rh = 8-9 nm, and smaller steps at rh = 11 and 15 nm. 
 
Thermomechanical Analysis (TMA) 
A glass microscope slide cut into equal ~1 cm2 pieces.  A film of each of 5 
different molar ratios of MODA (X = H), and BODA (X = C(CF3)2, R = C(CH3)2OH) 
(1:0, 1:2, 1:10, 1:20, and 0:1 BODA:MODA, each in NMP solutions heated at 202 °C for 
5 hrs) were cast onto these slides, and cured on a hotplate at ~200 °C for 2 hrs.  The 
pieces were then tested in collaboration with Dr. Luzonov’s laboratory on the TMA with 
a load of 5 mN, and a probe diameter of 3.5 mm, for a duration of 20 minutes. 
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Poly(aromatic ether sulfone) endcapping (5-9) 
Amine endcapped Poly(aromatic ether sulfone) was polymerized by first 
deprotonating 0.1000 g (4.38 x 10-4 mol) bisphenol-A (C(CH3)2(C6H5OH)2 with0.1438 g 
(1.05 x 10-3 mol) in a clean dry 50 mL round bottomed flask with 5.0 mL anhydrous 
toluene and 20 mL DMAc.  The reaction was heated to 120 °C with stirring.  The water 
was azeotroped with the toluene and caught with a Dean-Stark trap.  After about 3 hrs, 
the Dean-Stark trap was removed, and 0.1007 g (3.50 x 10 -4 mol) 4,4’-
dichlorodiphenylsulfone, and 0.0224 g (1.75 x 10-4 moles) 4-chloroaniline were added.  A 
clean dry condenser was attached to the flask, and the reaction was heated to 175 °C 
overnight, cooled and precipitated in methanol to yield the amine endcapped poly(arylene 
ether sulfone) of average degree of polymerization = 11 (2 NH2-Ph endcaps around a core 
of 5 bisphenol-A and 4 –diphenylsulfone residues)  1H NMR (300 MHz, CDCl3) δ:  1.25 
(56H, singlet), 4.40 (1H, broad s), 6.91-7.01 (41H, dd), 7.22 (33H, d), 7.82 (16H, d).  
This polymer was then endcapped with the MODA-carboxylic acid (5-1).  To a 
clean dry 25 mL round-bottomed flask, 0.0111 g (5.09 x 10-6 mol)of the functional 
prepolymer was added, followed by 0.0046 g (1.12 x 10-5 mol) MODA-carboxylic acid 
and 0.0035 (1.52 x 10-5 mol) DCC and dissolved in 1 mL DMF, 0.5 mL N(CH2CH3)3.  
The solution was purged with N2, connected to a condenser, heated to 50 °C with 
magnetic stirring overnight.  The solution was cooled and precipitated in methanol.  1H 
NMR (300 MHz, CDCl3) δ:  0.83 (H, m), 1.25 (H, m), 4.2 (broad s), 6.91-7.01 (dd), 7.22 
(s),7.36 (t), 7.57 (m), 7.7 (m), 7.8 (d), 7.9 (s). 13C NMR (75 MHz, CDCl3) δ:  29.81, 
49.49, 84.19, 87.77, 99.99, 117.75, 119.90, 122, 126, 128.55 130, 131.87, 162.07, 165.02. 
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CHAPTER 3 
BODA PROCESSING AND CARBON DERIVATION 
 
Polymeric Carbons 
Carbon may be produced through the incomplete oxidation of many organic 
polymeric materials. The carbon thus produced may be of several different forms and 
varying yields depending highly upon the nature of the original polymeric material.  
Heating in an inert atmosphere initiates one of several different reactions: degradation 
into evolvable gasses, chain collapse into a liquid crystalline mesophase followed by 
softening into graphitic carbon, or chain coalescence into a hard isotropic char.  The latter 
two mechanisms both lead to residual carbon, though of different types. 63 
There are three distinct crystalline forms of elemental carbon. The two ancient 
forms of diamond and graphite have proved useful for centuries, exhibiting somewhat 
opposing properties.  Diamond, whose carbons are all in the tetrahedral sp3 hybridization 
bonding state, is optically clear and the defining compound for the highest measurable 
hardness on the Mohs hardness scale.  Graphite, on the other hand, is formed of stacked 
planar sheets of sp2 hybridized carbon in extended hexagonal structures.  This anisotropic 
structure leads to a highly absorbing black crystal, which is very stiff in the plane of the 
layers, but with relatively weak van der Waals bonds between the planes leading to easy 
shearing, thus providing graphite’s good lubricating properties.  The third crystalline 
structure is not an extended structure like the first two, but crystal stacking of the 
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molecular carbon allotrope, C60, known as Buckminsterfullerene, or fullerene[60].64  Here 
again the carbons are in the sp2 hybridization state, but instead of forming extended two 
dimensional arrays of 6-membered rings, fullerenes are formed of both 5- and 6-
membered rings. The five-membered rings lend a curvature to the structure that permits it 
to close back upon itself and form the spherical molecule that has caught both the 
scientific and the popular imagination.  At temperatures above 1800 °C, diamond 
converts to graphite, indicating that the sp2 hybridization is more stable than the sp3 state 
at these temperatures.1  
 
Scheme 3-1.  Carbon in sp3 “diamond” structure converts to sp2 “graphite” structure 
above 1800 °C. 
 
There also exist in addition to these crystalline carbon forms, several non-
crystalline structures.  The most common of these is that known as vitreous or glassy 
carbon.  Structural studies of glassy carbon indicate that it is composed of stacked layers 
or aromatic ribbons that are tangled randomly together.  The layers themselves have been 
compared to the layers found in the graphite structure, though severely limited in both the 
size of the crystallite in the directions parallel to the plane of the layers (La) and in the 
>1800 °C 
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thickness of the crystallites in the plane perpendicular to the layers (Lc).65  X-ray 
diffraction studies correlate these two distances to the (110) and (002) lines respectively 
(as defined by the crystal structure of graphite) in the diffraction patterns of the glassy 
carbons.66  The presence of the (002) peak indicative of the interlayer spacing in graphite 
in the diffraction patterns of glassy carbons support the layered structure model.   Glassy 
carbons are, however, different from graphite in both hardness and anisotropy.  The 
sheets of glassy carbon are in distinct bundles which are tangled up together, and 
randomly oriented relative to each other, preventing the shear induced slipping seen in 
graphite.  
Pyrolyzed carbon, formed from the heating of organic materials in an inert 
atmosphere, forms either a coke from materials that are liquid directly prior to 
carbonization, or a char from solid-state carbonizations.  Chars largely maintain the 
morphological shape of the original material, such as charcoal formed from wood, while 
cokes tend to take the shape of the container in which they are held.  Carbon precursor 
polymers are also often compared using the quantitative measures of carbon yield, 
defined as the percent of carbon residue that is maintained from an initial polymer sample 
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Scheme 3-2.  Polyacrylonitrile and proposed intermediate ladder and ribbon structures 
during carbonization.   
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that has been thermally carbonized, and the conversion efficiency, defined as the percent 
of carbon maintained compared to the weight of the carbon in the initial polymer. 
The most common synthetic polymeric carbon precursors are polyacrylonitrile 
(PAN) and phenol-formaldehyde resins.67  PAN (CH2=CH-CN)n is used in the 
commercial production of carbon fibers; phenolic resins are commonly used in the 
production of glassy carbon objects.  These polymers, whose structures are given in 
Schemes 3-2 and 3-3, respectively, each form a cyclic structure in the backbone prior to 
pyrolysis.  This ability to cyclize, undergo ring fusion or chain coalescence is the general 
feature of good carbon precursor polymers.  The phenolic resins, of course, have the 
phenyl groups of the phenol, linked together through the one-carbon linkages from the  
OH
CH2
O *
*
OH
n
+
 
Scheme 3-3.  Phenol-formaldehyde resins. 
 
formaldehyde monomers.  Phenol and formaldehyde initially react to form various 
methylolphenols, which then undergo condensations of either water or methanol to yield 
ether or methylene bridges between the aromatic rings.  Shown are the two 
methylolphenol monomers, and the seven possible dimer structures from 
homocondensation of each and cross-condensation of the two monomers.   
The cyclic structure of the polyacrylonitrile (PAN) on the other hand, is less obvious.  
PAN, like other vinyl polymers, requires a preoxidation step prior to carbonization to 
give high-yield carbon.  In PAN this leads to the heterocyclic ladder polymer shown in 
Scheme 3-2.  The cyclic backbone structures of the polymers can more easily coalesce 
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into the carbon ribbon layers that form the layers of a graphitic or glassy carbon structure.  
There is an empirical limit of one carbon atom between aromatic rings to still maintain a 
high carbon yield.68  Greater alkyl linkages lead to chain scission and volatilization. 
Other common carbon precursor polymers include poly(vinyl chloride), (PVC)69; 
poly(vinylidene chloride), (PVDC)70; cellulose71; and tar pitch.72  PVC (CH2=CHCl)n, 
and PVDC (CH2=CCl2)n are both linear polymers consisting of methylene carbons 
alternating with chlorine bound carbons.  When heated under an inert atmosphere, each 
polymer evolves gaseous HCl, due to elimination to form a polyene.  The polyene then 
coalesces to form the carbon material.  Cellulose (C6H10O5)n undergoes many 
dehydration steps to eventually yield a very highly graphitic carbon.1  Tar pitch has a 
high carbon yield relative to cost, and has also been used to produce carbon fibers.1 
 
BODA-Derived Carbon 
Bis-ortho-diynyl arene (BODA) monomers and polymers hold a unique place in 
the world of carbon precursor polymers, combining the most desirable properties for a 
processable carbon precursor.73  The BODA monomers thermally cyclize, as previously 
described, to form either the cycloaromatized naphthalene linkage or the alternative 
benzofulvene linkage through a radical mechanism.74  (Scheme 3-4) Due to the fact that 
the population of radically cyclized monomers is much smaller than the population of the 
uncyclized monomers, the polymerization propagates using these in situ generated 
radicals as initiators.  Therefore, the tetrafunctional monomers initially form intermediate 
linear or branched oligomers.  Meanwhile, the unreacted enediyne functionalities serve as 
solubilizers for these oligomers, allowing them to stay soluble and pliable after the linear 
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oligomers formed from comparable difunctional monomers would have precipitated out 
of solution.  The solubilizing pendant motif is a common approach used to make 
insoluble polymers behave as required for their applications and has been previously used 
to solubilize polyarylenes.75,76,77   
The advantage of the BODA strategy for carbon precursor applications lies in the 
fact that the solubilizing pendants are not lost weight during pyrolysis.  An unfunctional 
solubilizer is subject to the same structural restrictions as the main chain of the polymer 
during pyrolysis.  Therefore any solubilizer that is not fit for carbonization, especially 
any alkyl chains larger than one carbon long will be broken, volatilized, and will count 
against the converted masses in both the carbon yield and carbon conversion efficiency 
calculations.  But, in the case of the BODA oligomers, the enediyne solubilizers do 
eventually become integrated into the overall BODA network.  This network is 
essentially a highly crosslinked network of polynaphthalenes bound together by the linker 
groups (X), which are invariably 0 or 1-atom spacers.  This unique ‘double duty’ function 
of the enediynes, allows for a very high carbon yield for BODA polymers without 
compromising the solubility and processability properties normally sacrificed in 
polyarylenes.11,78   
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Scheme 3-4.  Thermal polymerization of BODA monomers 1-1—1-2 into processable 
oligomeric intermediates and polynaphthalene networks followed by conversion to high-
yield glassy carbon.   
 
BODA monomers react in an additive or non-condensation mechanism.  This 
means that the empirical formula for the monomer is the same as that for the polymer.  
There are no condensates formed during the polymerization.  We can compare this with 
the two counter examples discussed above, polyacrylonitrile and phenolic resins.  If we 
begin with the phenolic resins, we can immediately see that for each new linkage formed 
in the polymerization, there is a condensate formed: either H2O or CH3OH, dependant on 
whether an ether or a methylene bridge is formed, respectively.  In the case of the PAN, 
the initial polymerization itself is an addition type mechanism, yielding no condensates 
similar to the BODA polymerization, but the PAN itself is a rather middling carbon 
precursor polymer, as seen in Table 3-1.   
PAN has a carbon yield of 44%, when heated to 1000 °C under inert conditions.2  
The PAN that is used in the manufacture of carbon fibers is a preoxidized polymer, 
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Scheme 3-2, that has been preheated in air at 220 °C, to yield the oxidized ladder 
polymer shown.  This oxidized prepolymer has an improved carbon yield of 62%, but 
then has the added condensates of H2O, and CO2 during the carbonization process.2  The 
preoxidized PAN also suffers from a drop in solubility relative to the virgin PAN.  
Practically, this requires the PAN to be processed prior to the oxidation step, limiting the 
dimensions of the carbon object ultimately to be produced.   
 
Table 3-1.  Carbon Yields of Polymers Pyrolyzed at 1000 °C in Inert Atmosphere. 
Carbon Precursor Carbon Yield (wt %) Reference 
Polystyrene 5 1 
Poly(vinyl alcohol) 7 1 
Ramie 9 1 
Rayon (cellulose) 13 1 
Saran (PVDC) 25 1 
Polyacrylonitrile 44 1 
Phenol Benzaldehyde 37 1 
Poly(Vinyl Chloride) 42 1 
Phenol-Formaldehyde 52 1 
Polyacrylonitrile (preoxidized) 54 1 
BODA monomer 1-1 
(X = C(CF3)2, R = Ph 
75 16 
BODA monomer 1-2 
(X = C(CF3)2, R = C(CH3)2OH 
52 18 
BODA monomer 1-3 
(X = -, R = Ph) 79 16 
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This example illustrates several other advantages of the BODA carbon precursor 
route.  BODA polymers do not require any preliminary oxidation steps, produce no 
condensates during polymerization, have a very large processability window, and still 
maintain a very high carbon yield. 
 
BODA-derived Carbon Properties 
BODA carbon has been characterized in a few important publications.11,16,79,80,81  
The carbon yield of polymers is determined using thermo-gravimetric analysis (TGA), a 
technique that combines an atmosphere controlled furnace with a sensitive microbalance.  
A sample may thus be heated according to a precise temperature program, and the change 
in mass continually monitored and correlated to temperature.  This method also provides 
a quantitative way to compare carbon precursor polymers, by heating under standard 
conditions of heating rate, final temperature and atmosphere.  BODA polymers heated 
under these standard conditions (10 °C/min to 1000 °C under N2(g)) yields carbons at 52-
79%, depending on monomer (Figure 3-1).  These data are compared to the industry 
standards in Table 3-1.   
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Figure 3-1.  Thermal Gravimetric analysis of Carbon yield of BODA Monomer 1-1 (X = 
C(CF3)2, R = Ph), and corresponding cure pyrolysis temperature program (H. Shah).12 
 
The carbon derived from a BODA polymer is a glassy polymer, as described 
above.  This is determined using wide angle x-ray diffractometry (WAXD) on ground 
powder samples of the carbon produced at different temperatures (neat polymer, 900, and 
1600 °C, Figure 3-2.)11-12  The diffraction pattern of a glassy carbon sample expresses 
the (002) and (110) signals from the diffraction pattern of graphite.  These two peaks get 
sharper and more distinct as the carbonization temperature of the polymer is increased.  
This indicates an overall increase in the graphitic crystalline phase size throughout the 
carbon. 
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Figure 3-2.  Wide Angle X-ray Diffraction of BODA polymer and derived carbon as a 
function of cure temperature.  The glassy carbon (110) and (200) peaks become sharper 
as crystalline regions grow.  (H. Shah)12 
 
The electrical evolution of BODA polymer on its way to becoming BODA-
derived carbon has been analyzed electrically in a clever experiment, wherein a BODA 
polymer rod was fashioned into an electrode with Pt lead wires.11,82  The resistivity of the 
polymer was then continually monitored using a multimeter while the polymer was 
carbonized in a tube furnace (Figure 3-3).  Above 528 °C, the resistivity dropped within 
the measurable range of the multimeter.  From there the resistivity drops quickly over the 
next 200 °C and approaches a plateau value just above zero by about 800 °C, where it is 
posited that further carbonization has no appreciable effect on the conductivity, due to the 
presence of a fully conductive network by this temperature. 
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Figure 3-3.  The evolution of the resistivity of BODA polymer during pyrolysis to 
1000 °C in N2 atmosphere.  (X. Wu)20 
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Figure 3-4.  Cyclic Voltammetry of 1 x 103 M Fe(CN)63-/4- in 1 M KCl with BODA-
derived Carbon electrode in comparison with commercially available GC10 glassy 
carbon electrode. (X. Wu)20 
 
This carbon also behaves similarly to commercial glassy carbon for use as carbon 
electrodes.  A carbon electrode produced form BODA polymer was compared to a 
commercial glassy carbon electrode in a series of cyclic voltammetry (CV) 
experiments,11,20 wherein the electrodes were used to perform reactions on a series of 
redox systems, including ascorbic acid, Fe2+/3+, and Fe(CN)63-/4- (Figure 3-4).  In each of 
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these cases the two electrodes behaved qualitatively the same.  The amplitude difference 
is due to differences in effective working areas of the two electrodes.  The one difference 
between the two electrodes as observed in an acidic medium, where the BODA-derived 
carbon electrode showed a current at negative potentials that was unobserved in the 
commercial electrode.  This evidently indicates sites in the BODA carbon that support the 
reduction of the acidic protons to H2 gas.    
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Figure 3-5.  Dilatometry of BODA polymer rod showing the onset of carbonization 
(solid line), and corresponding cure temperature program (dashed line).  (S. Iacono)19 
 
The onset of carbonization has also been observed using dilatometry to measure 
the coefficient of thermal expansion of BODA polymer rods during the carbonization 
process, and on the resultant carbon rods after the carbonization process.19  The onset of 
carbonization is seen as a change in the slope of the thermal expansion graph, where the 
rod begins to shorten rather than lengthen, reflecting the chemical changes within the 
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polymer samples.  For a 1:4 ratio of monomer 1-1 (X = C(CF3)2, R = Ph) to monomer 1-4 
(X = O, R = Ph), this temperature was seen to occur at 550 °C (Figure 3-5).  The onset 
temperature varied between 535 and 575 °C for all monomers measured.  Coefficient of 
thermal expansion (CTE) values were observed to be between 2.85 x10-6 and 6.92 x10-6 
K-1 for all samples, depending on both monomer composition and carbonization 
temperature.  Samples carbonized to 1500 °C had smaller CTE values than those only 
cured to 1000 °C, due to greater graphitization at the higher temperatures as observed 
with scanning tunnelling microscopy (STM, Figure 3-6).  The crystalline graphitic 
regions are denser and have stronger π-π interactions, and are therefore less prone to  
 
Figure 3-6.  Scanning Tunneling Micrograph of BODA-derived carbon cured to 1500 °C 
under N2, indicating regions of graphitization.   
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movement and rearrangement when heated than the largely amorphous glassy carbon 
regions.   
 
BODA-Derived Carbon Applications 
The utility of BODA polymers as a carbon precursor has been demonstrated 
through progressively more intricate processing methods.  The micromolding in 
capillaries (MIMIC) technique developed by Whitesides et al. provided a nice 
demonstration of this.17  MIMIC processing involves the vacuum-assisted filling of 
capillary patterns in silicone rubber molds with a polymer resin.  When this is performed 
with a carbon-precursor polymer, it provides a route for producing microstructured 
carbon, that have potential applications in micro-electro-mechanical systems (MEMS).  
BODA polymers’ high carbon yield, good solubility, and lack of condensates made it a 
perfect candidate for this application.   
The polydimethylsiloxane (PDMS) rubber template was filled with an oligomeric 
BODA prepolymer, under vacuum, then cured at 250 °C, cooled for mold removal, and 
finally carbonized at 1000 °C to yield a microstructured carbon structure with minimal 
dimensional change (16%) from the original template, and high fidelity to the pattern 
shape (Figure 3-7).  The carbon structure was thereafter shown, with the use of a 4-point 
probe to be semiconductive. 
 66
 
Figure 3-7.  Micromolding in capillaries (MIMIC) processed BODA polymer network, 
cured at 250 °C, left, BODA derived carbon pyrolyzed at 1000 °C, right.  Minimal 
dimensional change and high fidelity to the original PDMS template is observed.17 
 
The excellent processability and space-filling capability of BODA polymers was 
further demonstrated through the replication with a BODA prepolymer of a 
photolithographically-defined optical grating using a technique called sub-micron 
microtransfer molding.11-12,83  The scope of utility was broadened by an order of 
magnitude.  The silicon optical grating consisted of 0.5 µm lines.  The BODA replicate 
(Figure 3-8) maintained the optical properties and gave clear visible diffraction as a 
function of angle.  
Macroscale carbon is also possible using the BODA polymer approach, as 
demonstrated with the fabrication of carbon tubes of about 600 µm outer diameter using 
glass capillaries as templates (Figure 3-9).11,21-84  The capillaries were filled with BODA 
prepolymer both neat and in a solution with THF and cured vertically in a vacuum oven 
prior to carbonization at 1000 °C in the TGA.  The neat polymer yielded a high-quality 
solid carbon rod, while the polymer solution yielded a hollow carbon tube due to 
migration and coating of the capillary walls by the polymer during evaporation of the 
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Figure 3-8.  Templated optical grating in BODA with 50 nm lines.  The templated 
BODA grating retains its optical diffraction properties as demonstrated by the reflectance 
spectra at a) 75°, and b) 110°.  (H. Zengin)11 
 
solvent.  The solid carbon rod showed a 38.8% decrease in diameter size from the cured 
rod to the carbon rod stages.  The hollow fiber showed only a 9.1-9.5% change in all 
dimensions (inner diameter, outer diameter, and wall thickness) from the cured stage to 
the carbonized stage.  This indicates that the solvent evaporation may have also helped 
with the removal of the weight loss during the curing stage, thereby minimizing the 
shrinkage during the carbonization process.   
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Figure 3-9.  Scanning electron micrographs of BODA-derived carbon rod (d = 604.6 µm 
and hollow tube (O.D. = 612.5 µm, I.D. = 375 µm) carbonized at 1000 °C.  (H. Zengin)22 
 
BODA carbon has also shown function as a component in organic/inorganic 
hybrid materials.  This class of materials combines the advantages of inorganic and 
organic materials, by combining them in composites.  Often, the physical improvements 
in the composites depend on the interfacial area between the two components which in 
turn depends on the component domain sizes.  BODA monomer 1-2 (X = Ph, R = 
C(CH3)2OH) was designed to provide alcohol functionality that could be condensed with 
a silica precursor monomer, tetramethyl orthosilicate (TMOS, Si(OCH3)4) to form a 
composite sol-gel glass, which was then thermally cured.85  The molecular level of the 
composite in “BODA-Glass” composite led to BODA polymer domain sizes of 25 nm 
diameter as measured by transmission electron microscopy-energy dispersive x-ray 
spectroscopy (TEM-EDX).  Carbonization of the polymer by heating to 1000 °C under an 
inert N2 atmosphere led to a carbon-glass composite, or heating under air produced nano-
porous silica glass by oxidative removal of the organic phase. 
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Figure 3-10.  Scanning electron and optical micrographs of nanoporous glass produced 
from oxidative heating of BODA-glass nanocomposite according to the reaction scheme.   
(K. P. U. Perera)86 
 
BODA-Derived Carbon Photonic Crystals 
Photonic crystals are the optical analogy of a traditional crystal.  While the 
traditional crystal is formed from a periodic array of atoms or molecules that exhibit 
Bragg-type diffraction of electrons dependent on both the geometry of the crystal and the 
lattice potential of the crystalline components, a photonic crystal is formed from a 
periodic array of alternating dielectric constants that exhibit Bragg-type diffraction of 
photons dependent on the geometry of the crystal, including the spacing of the periodicity, 
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and the dielectric constant difference of the crystalline components.  If the dielectric 
constant difference is great enough, a photonic bandgap is formed where a wavelength of 
light is excluded from propagation through the medium.87  The photonic bandgap concept 
is scalable to many different wavelengths from microwaves to infrared.  The simplest 
photonic crystal is 1-dimensionally periodic: essentially a layered structured.  There also 
exist 2-dimensional and 3-dimensional photonic crystals.  (Scheme 3-5)  With a 3-
dimensional photonic crystal, a complete bandgap is possible, wherein a photon of the 
excluded wavelength will be excluded at any incident angle.  Photonic crystals may be 
used as optical devices either through reflection at the surface, a dielectric mirror, or 
through defects in the photonic crystal that act as waveguides.24   
 
Figure 3-11.  Scanning electron micrograph of sintered silica opaline template 
The fabrication of photonic bandgap materials, alternately known as photonic or 
electromagnetic crystals, is very interesting due to potential applications in optical 
communication and sensor technologies.24  Visible photonic crystals are materials that 
1 µm 
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possess periodicities in their dielectric structure on the same order of magnitude as the 
visible wavelengths.  The extent of the bandgap at this wavelength is dictated by the 
degree of dielectric contrast.  Silicon infiltrated silica templates have already been used to 
create a photonic crystal with a complete three-dimensional bandgap near the 1550 nm 
optical communications wavelength.88  Many reports of inorganic inverse opals exist with 
much focus on TiO2 due to its high refractive index.89 
 
Scheme 3-5.  Photonic crystals are composed of periodically alternating dielectric 
materials on the scale of the wavelength of the electromagnetic radiation to be excluded 
from propagation.  The periodicity can be either 1-, 2- or 3- dimensional as illustrated. 
 
Silica opals are three-dimensional close-packed arrays of silica spheres whose 
diameters are on the scale of wavelengths of light (Figure 3-11).  Silica opals produced 
artificially via self-assembly of sol-gel prepared particles90,91,92 have been utilized to 
produce a photonic bandgap.93,94,95  Self-assembled systems are used instead of nano-
lithographic methods to produce the ordered periodicities, in general, because of potential 
cost and rapid production advantages. An inverted opal structure is a photonic crystal 
architecture with the same symmetry as an opaline structure, but with inverted dielectric 
contrast.  For example a silica opal has silica spheres surrounded by air in the interstitial 
spaces.  An inverse opal would consist of a close packed array of spheres defined by a 
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higher dielectric constant material in the remaining space.  In order to achieve an inverted 
opal structure or to further modify the refractive index contrast, the opals can be 
infiltrated with a dielectric material and the template phase removed chemically.  
Fabrication of an inverted opaline structure takes advantage of the bi-continuous nature 
of the opaline geometry, wherein each of the two phases are continuous with themselves 
throughout the whole of the structure, allowing for infiltration of the dielectric material 
and removal of the template material without disturbing the photonic crystalline structure.  
The opaline crystal can be produced either from silica spheres as described or with sol-
gel synthesized polymer spheres that can be removed thermally.96,97   
Although amorphous carbon is not an optical material of much value given its 
high absorption, the high refractive index (~ 2.1) has led to interest in their use in 
photonic structures where surface chemistry and reflection are the operative phenomena. 
Carbon structures, including photonic crystals, suffer from the limited availability of 
suitable, easily fabricated organic precursors.  Zakhidov, Baughman, et al.,31 have 
demonstrated the use of phenolic resins and hydrocarbon CVD to prepare inverse carbon 
opals. However as previously mentioned, these methods are limited due to poor carbon 
yield.  BODA polymers make very good carbon precursors for producing inverse carbon 
opal (ICO) via the alcohol terminated acetylenic precursor monomer (1-2, X = C(CF3)2, 
R = C(CH3)2OH).  This method allows the fabrication of inverse carbon opals with 
relative ease compared to CVD methods and with more fidelity to the template and less 
shrinkage than previous polymeric routes.31 
Initial attempts at impregnation of the interstitial spaces with the phenyl 
terminated monomer 1-1 resulted in hydrophobic beading of the monomer and oligomers 
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on the surface of the opal.  However, the alcohol functional monomer 1-2 (Scheme 3-6) 
in particular has shown compatibility with silica sol-gel precursors in the production of 
the BODA-glass composites23 and was an obvious choice for coating and infiltrating 
silicate structures (Figure 3-11).  The sol-gel process produces silica spheres which are 
monodisperse and, given adequate time, naturally self assemble in the close packed 
structure 
CF3F3C OH
OH
HO
HO
 
Scheme 3-6.  Alcohol terminated BODA monomer 1-2 (X = C(CF3)2, R = C(CH3)2OH) 
Scheme 3-7 illustrates the process for fabricating the inverse carbon opal in 
addition to optical images of the surface at different stages.18  Silica opals were prepared 
from tetraethyl orthosilicate (TEOS, Si(OCH2CH3)4) by a previously reported sol-gel 
route98,99 and allowed to self-assemble either with centrifugation or gradual settling.  
BODA monomer was melted in contact with the washed silica opal, and allowed to soak 
into the opal as a liquid, followed by cure and pyrolysis to glassy carbon in a TGA.  The 
excellent space-filling capability of the monomer and oligomers make the polymer very 
suitable for nano-scale molding and templating.  The silica template was then etched with 
hydrofluoric acid (HF), rinsed with deionized water, and dried to yield the dry ICO with 
air voids in place of the silica template.  
 74
 
1) BODA melt 103 °C
2) Cure 265 °C
3) Pyrolyze 900 °C
4) HF Etch
2 mm1 cm 
A B C 
1 mm 
 
Scheme 3-7.  Fabrication of BODA-derived carbon inverse opal, with optical 
micrographs of A) the silica opal, B) the carbon impregnated silica opal composite, and 
C) the etched BODA-derived carbon inverse opal.   
 
The reflectance spectra of the silica opal template is compared to the inverse 
carbon opal in Figure 3-12 to show the difference in the bandgaps of the two structures 
with the same periodic distances, and different dielectric material components.  The 
bandgap at the L-point of the opaline structure can be predicted from formula 3-1, 100 
 
λmax = 2 √(2/3) d naverage                                              (3-1) 
 
where d is the periodic distance (center-to-center of two adjoining spheres) in the opal 
structure, and naverage is the average refractive index as calculated by equation 3-2.  Since 
the scale of the composite is on the scale of the wavelength of light, the composite is seen 
to have one composite refractive index, naverage as described by effective medium theory.37 
 
2
averagen  = ∑ ii Vn 2                                                (3-2) 
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This makes a convenient type of analysis for close-packed opaline and inverse opaline 
structures because both λmax and d are measurable, from reflectance measurements 
(Figure 3-12) and scanning electron micrographs (Figure 3-13), respectively.  The 
volume fractions of the two components, carbon and voids, are calculable from the 
geometry of the face-centered cubic structure.  Assuming that the inverse opal volume  
fraction = 0.26, and the void fraction = 0.74, d = 233 nm (Figure 3-13), λmax = 535 nm 
(Figure 3-12), and the refractive index of air = 1.00, then the refractive index of the 
glassy carbon is calculated to be 2.18.  This analysis assumes complete filling of the 
matrix with polymer/glassy carbon and a perfect close packed crystalline structure.  The 
carbon refractive index is typically difficult to measure by classical optical techniques  
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Figure 3-12.  Reflectance spectra of Silica opal template and air filled BODA derived 
Carbon Inverse Opal, normalized. 
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Figure 3-13.  Scanning electron micrographs of carbon inverse opals.  The close packed 
array of voids in the carbon is visible, in both the top layer and the second layer visible 
through the holes left by the connective contacts between the original silica spheres. 
  
because of the high optical loss, but reported values of refractive index for graphite as 
calculated from the measured optical dielectric constant, are between 2.04 (± 0.04) and 
2.15 (± 0.04) for the basal plane.101  The index of refraction of glassy carbon is less fixed 
than that of graphite due to structural variety based on the amount of aromaticity (i.e. 
polarizability) of the carbon.  The calculated index of refraction for our opal carbon is 
reasonably within this range.  
 
Carbon Inverse Opal-Based Sensor Elements 
The dependence of the ICO bandgap wavelength on the indices of refraction of 
both the carbon and the void material may be exploited by filling the open voids with 
300 nm
2 µm
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varying refractive index materials to produce optical sensor elements.102,103,104,105,106,107,108  
(Scheme 3-8) 
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Scheme 3-8.  ICO sensor concept.  The  bandgap of the ICO is monitored with a fiber 
optic spectrometer attached to a microscope.  When the analyte fills the voids of the ICO, 
the photonic bandgao shifts, and is recorded by the spectrometer.   
 
A simple demonstration of this phenomenon was accomplished by filling the voids with a 
series of solutions of miscible solvents, acetonitrile (n = 1.341 @ 20 ºC) and water (n = 
1.330 @ 20 ºC), and observing the change in excluded wavelength with the change in 
refractive index (Figure 3-14).  The change in refractive index between 100% 
acetonitrile and 100% water is only 0.011 r.i.u., but shows a reproducible and gradual 
shift of 13 nm over this refractive index change.11,18   
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Figure 3-14.  Attenuation of the bandgap with the change in refractive index using 
mixtures of water (n = 1.33) and acetonitrile (n = 1.34) as filler in the ICO voids. 
 
The sensor concept was further elaborated by filling the spaces with the  
electroactive liquid crystal, 4-pentyl-4’-cyanobiphenyl (5CB) to form kind of optical 
switching device.  In addition to the electrically-activated liquid crystalline response that 
is often used in liquid crystalline displays (LCDs), 5CB undergoes its nematic to isotropic 
liquid phase transition thermotropically at 35 °C.109  This phase transition was detectable 
in the 5CB/ICO composite as a change in the excluded wavelength (Figure 3-15).  There 
is a shift of ~20 nm from 612 nm at 23.5 °C, in the nematic phase, to 632 nm, at 51.1 °C 
in the isotropic phase.  The wavelength excluded remains at 632 nm at 60.6 indicating 
that the change is not due to a first order transition in the liquid, such as thermal 
expansion, but is instead a second order transition such as that expected for the phase 
transition.   
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Figure 3-15.  Switching of bandgap λmax with liquid crystalline order/disorder phase 
change of 5CB at 35 °C.  The ICO-5CB reflects light at 632 nm in the nematic phase, and 
612 nm at both temperatures in the liquid phase. 
 
Since the nematic phase is rather tightly defined temperature-wise, between the melting 
point at 22.5 °C and this transition at 35 °C, there was not another data point taken in the 
nematic phase.  The optical switch described could be either a thermo-optical switch as 
demonstrated, or an electro-optical switch, by taking advantage of the electrical 
conductivity of the glassy carbon material used to form the photonic crystal as an 
electrode.  
Biodetectors are also possible using the BODA-ICO technology framework.  This 
was demonstrated by using the blood protein hemoglobin.  Hemoglobin (Hb) is a 
beautifully intricate tetrameric complex of protein subunits with iron containing 
porphyrin rings located in the center of each protein.  The porphyrin, or heme group, 
binds O2 and CO2 on the Fe atom, for cellular respiration transport.  The binding of these 
gasses is regulated within the body using several mechanisms.  The saturation of these 
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Figure 3-16.  Reflectance spectra of ICO filled with solutions of Hemoglobin in borate 
buffers of pH = 6.62 (blue), 7.0 (green), 7.5 (yellow), 8.0 (orange) and 8.5 (red).  The 
ICO was washed with clean buffer between each measurement. 
 
sites depends on several factors including the partial pressures of O2 and CO2, 
temperature, the concentration of cofactors such as D-2,3-bisphosphoglycerate (BPG), 
and the pH of the solution.110  The binding of an O2 molecule to the Fe in one of the heme 
groups causes a conformation change within the protein tetramer that cooperatively 
promotes the binding of oxygen molecules at the additional three heme sites.  This 
process also reverses itself upon dissociation.  An increase in temperature or in acid, CO2, 
or BPG levels all decrease the affinity of the heme group for O2 binding.   
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Figure 3-17.  The reflectance bandgap λmax vs. buffer pH of hemoglobin solutions.  The 
physiological pH of 7.4 seems to correspond to an inflection point in the photonic crystal 
response. 
 
The simplest control in this list is acid content, which can be controlled with 
buffer solutions.  All other factors being the same, the oxygen content is inversely related 
to the acid content in the solutions.  Borate buffer solutions between the pH 6.62 and 8.50 
were used to make solutions of hemoglobin to fill ICO spaces.  The rejected wavelength 
was shifted with the different pH solutions over the range of 471 to 502 nm.  (Figure 3-
16)  A plot of the rejected λmax of the Hb-ICO vs. the pH of the borate buffer solutions, 
shows what appears to be an inflection point between pH = 7.0 and 7.5, (Figure 3-17) the 
natural biological pH range under which Hb usually operates, where the photonic 
response would be even more sensitive to changes in the solution pH, correspondent to 
the cooperative conformational changes in the protein quaternary structure. 
It is not immediately obvious why there should be a change in the refractive index 
of the solutions with different O2 contents.  The possibilities include the concentrations of 
the borate buffer components, the concentrations of O2 in the hemoglobin, the 
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conformation changes that occur upon binding, and the chromatic change that occurs in 
the hemoglobin upon complexation of the iron.  A control experiment using the borate 
buffers themselves to fill the spaces in the ICO, showed a shift of the excluded 
wavelength from 500 to 516 nm, a smaller shift than that seen with the Hb solutions, and 
not following a definite pattern relative to pH, so while that may account for some of the 
signal shift, it cannot account for all of it.  The color of the Hb changes due to the change 
in the binding order of the Fe atom from 5 to 6 coordinate upon oxygenation.  
Deoxyhemoglobin appears purplish-blue, and has a visible λmax = ~550 nm, and 
oxyhemoglobin appears red, and has visible λmax = 540 and 575 nm.47  These are all out 
of the range of the observed photonic response.  The concentration of bound oxygen and 
the induced conformation changes in the protein are difficult to separate from each other, 
except to say that the conformation changes that occur within the protein upon the 
binding of the O2, from the unoxygenated ‘T’ form to the oxygenated ‘R’ form, is the 
opposite of the conformational change that occurs upon the uptake of the protons by basic 
protein residues, from the R to T state.  Therefore the photonic signal change acts as a 
measure of the bound oxygen, through what appears to be a conformation induced change 
in solution refractive index.   
 
Disordered Carbon Foams 
The demonstration of the ability to form nanostructured porous carbons with 
BODA polymer precursors for photonics applications, inspired a new application in 
electronics.  Hydrogen fuel cells are a much talked about development in alternative 
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power sources.  Fuel cell technology provides a fascinating example of a collection of 
problems which must all be addressed to produce a functional, feasible system.   
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Figure 3-18.  The hydrogen fuel cell membrane electrode assembly, showing the flow of 
gaseous reactants in and products out from the reactive sites in the MEA.  The 
electrochemical reaction equations are are also shown. 
 
A hydrogen fuel cell (Figure 3-18) operates through the controlled 
electrochemical oxidation of hydrogen gas at a catalytic site on an anode on one side of a 
cell.  The protons then transport through a proton exchange membrane (PEM), while the 
electrons flow through a circuit, producing usable electricity along the circuit.  The 
protons and electrons meet again on the other side of the cell at another catalytic site on 
the cathode where they reduce an oxygen atom to form water.111   
The heart of the fuel cell is the membrane electrode assembly (MEA): a complex 
system encompassing three primary components (1)  the PEM, often a fluoropolymer 
electrolyte to transport protons between the anode and the cathode, and separated the 
reactive gasses; (2) the catalyst, usually nanoparticles of platinum or an alloy to facilitate 
the electrochemical redox reactions; and (3) the carbon electrodes, to which conduct the 
electrons from the oxidation site, through the working circuit, and back to the reduction 
site.   
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Self-supporting nanoporous carbon materials provide alternatives to carbon black 
as support electrodes in proton exchange membrane fuel cells (PEM-FCs).112  The 
nanoporous nature of these carbons should allow for rapid mass transfer of fuel, oxygen, 
and water within the continuous electrically and ionically conductive electrode while 
retaining the high catalyst and electrolyte loading required for high activity. 
The important issues in the electrode are varied, and include the electrical 
conductivity, the surface area, the surface functionality and surface energy, the 
microscopic structure including pore size and distribution, the particle size, mechanical 
properties, chemical and thermal stability, catalyst loading and distribution, and layer 
thickness.  Many of these issues are addressable with a materials approach.   
Porous carbon electrode architecture can be introduced using 
templating,18,113,114,115,116 molding,17,117 or porogen inclusion.118,119  The latter is the most 
common method involving the formation of a carbon aerogel via sol-gel synthesis of a 
carbon precursor network, followed by drying and pyrolysis.  An example using 
resorcinol-formaldehyde resins produced carbons with a BHJ pore size of 0.3-20 nm and 
BET surface areas of 500-600 m2/g. 
The templating technique developed for the ICOs was used to create disordered 
porous carbons from silica templates for potential use as an electrode for MEAs.  (Figure 
3-20)  The BET specific surface area of the carbons produced varies (from 51-275 m2/g) 
depending upon the monomer functionalities (R, X, see Table 3-2).49  
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Figure 3-19.  Disordered carbon foams templated from colloidal silica, using different 
carbon precursors:  A) BODA monomer 1-1, B) BODA monomer 1-1, C) (Ph-CC-Ph)2O, 
(5) and D) 80 % BODA 1-1, 20 % 1-5. 
 
Table 3-2.  BET specific surface area of disordered carbon foams templated from BODA 
and related carbon precursors.  
Monomer BET SSA (m2/g) 
BODA 1-1 135 
BODA 1-2 275 
Monomer 1-5 95 
80% BODA 1-1, 20 % monomer 1-5 51 
 
This carbon foam may not have enough free space to enable the improved mass 
transport of the reactants and products to and away from the reactive sites near the PEM.  
Bimodal carbon foams, which have foams of two different size domains may be better 
suited for this application.  (Scheme 3-9)  The BODA templating method was once again 
A. B.
C. D.
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utilized to produce a layer of nano-scale pores on the inner surfaces of a mesophase pitch 
with micropores of ~1 mm diameter.  (Figure 3-20)  This microporous carbon foam is 
synthesized and was donated by Oak Ridge National Laboratories.10   
1) Pyrolyze @ 1000 
°C
2) Etch with HF
Sinter @ 
1000°C
SiO2 nanoparticles BODA  monomer solution
 
Scheme 3-9.  Process for silica colloid coating of mesoporous carbon foam inner surfaces, 
and subsequent BODA carbon templating of nanoporous foam to generate heirarchical 
carbon foam structures. 
 
2.0 µm
1 mm
10 µm  
Figure 3-20.  Scanning electron micrographs of A) mesoporous carbon foam (ORNL), 
and B) 15k x C) 3.5k x magnifications of dimodal carbon foams derived from BODA 
nanoporous foam fabrication in pores of dimodal foam. 
A. 
B. C.
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Silica colloid was used to coat the pores the microfoam by first coating the 
microfoam with a sodium lauryl trimethylammonium surfactant, then adding the aqueous 
silica colloid, by dropping onto a suspended piece of foam, and carefully drying the 
template, first at room temperature, then in a tube furnace.  The template was then 
sintered at 1000 °C under N2 to anneal the silica template, and cooled.  A solution of 
BODA monomer 1-2 (X = C(CF3)2, R = C(CH3)2OH) was then used to backfill the dry 
silica template, then polymerized and pyrolyzed by again heating to 1000 °C in N2.  The 
silica template was removed by HF etch.  The resultant hierarchical dimodal carbon 
structure is shown in Figure 3-20. 
Carbon Surface Fluorine Decoration 
The interface between the carbon electrodes and the fluoropolymer PEM is a 
source of performance loss in the PEM-FC due to the highly energetic contacts between 
the two incompatible materials. One method of producing materials that can promote 
intimate mixing between the electrically conductive carbon and ionically conductive 
electrolyte portions of the electrode is by covalently grafting the fluorinated 
compatibilizers onto the surface of carbon supports.120  This intimate integration is 
essential for high activity and long life in the PEM electrode. 
N N X- N NX- +
Nu
Nu+X-
N N N N+N N
e-
Scheme 3-10.   Two mechanisms for the dediazoniation of an aryl diazonium salt.  The 
heterolytic mechanism occurs spontaneously with heating.  The homolytic mechanism 
requires an initial electron transfer.   
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This interface was addressed by the synthesis and covalent attachment of fluorine 
containing groups to the carbon surface via aromatic diazonium compounds.  Previously, 
this technique has been used to attach aromatic groups onto carbon electrodes.121  
(Scheme 3-10)  Aryl diazonium moieties undergo dediazoniation reactions either through 
electroreduction or thermolysis to form highly nucleophilic aromatic cation or radical 
species capable of forming robust, covalent bonds to carbon surfaces.122  In the cationic 
mechanism, the de-diazoniation reaction consists of the reversible dissociation of N2 from 
the aromatic radical.  The reversibility of this reaction implies that the aromatic cation is 
so nucleophilic as to react with the paradigm of inertness, elemental N2.123  The 
diazonium approach is also one of only a handful of reactions available for the direct 
functionalization of carbon surfaces, without recourse to linkages such as esters and 
amides, which would be labile in the superacidic conditions of the fuel cell.  Precedence 
exists for the decoration of many carbon substrates including fuel cell-grade carbon black 
for both the reductive and thermolytic mechanisms.124   
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Scheme 3-11.  Thermal cycloaddition reaction of trifluorovinyl ether (TVE) groups to 
form perfluorocyclobutyl (PFCB) group.  This mechanism is used to form PFCB 
polymers with good tolerance for a wide range of functional spacers, X. 
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Scheme 3-12.  Synthesis of aniline containing TVE monomer via Suzuki coupling, 
conversion to diazonium salt, and thermal dediazoniation in the presence of carbon to 
yield TVE decorated carbon surface. 
 
The fluorine-containing aryl diazonium compound 7 is an aryl trifluorovinyl ether 
(TVE) designed to be suitable for co-reaction with any other TVE containing monomer.  
This class of polymers polymerizes in a condensate free [2+2] cycloaddition reaction to 
form the thermally stable perfluorocyclobutyl (PFCB) linkage, and is extremely tolerant 
of functional groups within the monomers (Scheme 3-11).125,126,127  There exist several 
TVE containing monomers that contain acidic functionalities which would further add to 
the compatibility of the anchored polymer with the acidic fluoropolymer of the PEM.128   
The TVE-containing aryl diazonium salt (7) was synthesized through the Suzuki 
coupling of boronic acid-TVE with 4-bromoaniline (Scheme 3-12)129, followed by 
diazoniation of the aromatic amine using BF3·Et2O/HF and isoamyl nitrite.130  The 
diazonium was not stable enough to isolate from the reactive solution, so this reaction 
was performed in the presence of the carbon to be decorated with the aromatic TVE.  The 
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functionalized carbon was characterized with scanning electron microscopy-energy 
dispersive x-ray  
0.120.27S (K)
0.751.53Si (K)
0.581.15Al (K)
1.422.39Na (K)
15.6821.79F (K)
4.405.15O (K)
77.0667.71C (K)
Atomic%Weight%Element
A. B.
C.
50 µm 50 µm
 
Figure 3-21.  Scanning electron micrograph (SEM) of roughening of A) polished 
BODA-derived carbon surface, and B) commercial Vulcan carbon black, during carbon 
fluorination procedure with Compound 7.  The energy dispersive x-ray spectrum of the 
fluorinated Vulcan surface after thorough wash showing surface elemental composition.   
 
spectroscopy (SEM-EDX).  (Figure 3-21)  There was an observable roughening of the 
carbon surface on the scale of 10s of nanometers indicating an apparent instability of the 
carbon in these strong reactive conditions.  There was however good evidence from the 
EDX that the functionalization of the carbon with the fluorine containing TVE group was 
successful.  The fluorophilicity of the carbon surface could also be seen in the 
concomitant increase in both the hydrophilicity and the oleophilicity of the carbon 
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surface, as measured by contact angle goniometry.  (Figure 3-22)  Subsequent addition 
of the difunctional TVE containing monomer, 4,4’-bis(trifluorovinyl ether)-biphenyl 
(BPVE)131 via polymerization of the BPVE monomer in  
 
Figure 3-22.  Contact angle goniometry of polished BODA-derived carbon surface with 
A) water (45.0° ± 4.9°), and B) mineral oil (18.0° ±1.9°), and the same carbon surface 
after TVE addition with C) water (66.2° ±4.2°), and D) mineral oil (23.9° ±2.9°). 
 
the presence of the decorated carbon by heating a melt of 4-4’-bis(trifluorovinyl ether) 
biphenyl on the surface of the functionalized carbon at 160°C for 2 h in a tube furnace, 
(Scheme 3-13) however did not lead to an increase in the surface fluorine content, as 
measured by EDX.  This observation is either due to a coincidental matching of the 
fluorine content in the decorated carbon surface to the maximum fluorine content of the 
poly(BPVE), or due to a deactivation of the TVE functionality during the diazoniation or 
carbon functionalization steps.  The first possibility is supported by comparison of the 
carbon-TVE fluorine content as measured by EDX with that of the biphenyl TVE anchor 
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(after addition to carbon) and the poly(BPVE) homopolymer from their .  The C-TVE has 
an EDX surface fluorine content of 17.82 ±6.66 wt%, the biphenyl TVE anchor has a 
calculated fluorine content of 22.79 wt% and poly(BPVE) has a calculated fluorine 
content of 32.92 wt%.    Subsequently, it  
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Scheme 3-13.  Perfluorocyclobutyl polymer growth from TVE anchored carbon surface.  
The variable aromatic functionality is in this case, 4,4’-biphenyl, but  may also be other 
groups such as sulfonated aromatic groups.   
 
has been revealed that this deactivation probably occurs during the diazoniation reaction.  
The TVE functionality is unreactive under most conditions, but BF3 catalyzed 
electrophilic addition of HF across the double bond of the TVE produces the –OCHFCF3 
group which is incapable of undergoing cyclopolymerization. 132  Therefore it appears 
that the TVE functionality is destroyed before additional molecular weight may be added 
to the anchor points. 
 
Carbon Nanotubules 
Carbon nanotubules have also been templated using anodic aluminum oxide disks, 
sold commercially as Anodiscs (Whatman), as the template.133  Anodiscs, are alumina 
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membranes that have arrays of parallel nanopores running through them.  As the name 
suggests, the pores are formed through the anodic oxidation of aluminum.  The pores 
were filled with a solution of BODA oligomer, (X = C(CF3)2, R = C(CH3)2OH), then 
dried in an oven, and pyolyzed in a tube furnace.  The alumina template was then etched 
away with NaOH, yielding nanotubules of templated Carbon.  The carbon nanotubules 
remained in bundles where the Al2O3 was not fully removed, but freestanding tubes and 
tube meshes are also obtained. (Figure 3-23)  From the micrographs the diameters of the 
nanotubules are measured to be ~260 nm.   
 
Figure 3-23.  Scanning electron micrographs of BODA 1-2 templated carbon 
nanotubules.   
 
The applications in this chapter has been meant to demonstrate versatility which 
has been achieved using BODA derived polymers as high-yield precursors for carbon 
structures.  It has been demonstrated that BODA-derived carbon is higher yielding than 
25 µm 50 µm
1 µm2 µm
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any other carbon precursor polymer while still maintaining an impressive degree of 
processability.  This unique combination ensures that research in this area is always 
continuing and will continue to find new interesting applications. 
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CHAPTER 4 
FULLERENE REACTIONS WITH BODA MONOMERS 
 
Fullerenes 
Since the confirmation of the existence and remarkable stability of clusters of 
sixty carbon atoms by Kroto, Smalley et al. in 1985,134 the new three-dimensional, soccer 
ball-shaped, molecular carbon allotrope has captured the thoughts and efforts of scientists 
around the world.  This was, after all, the first carbon allotrope to be discovered since the 
advent of science.  C60, was popularly termed Buckminsterfullerene, and the class of 
compounds stemming from this seed, fullerenes.  Once the molecule was discovered and 
publicized, methods of generation and purification were developed using a variety of 
methods, mainly through different methods of heating graphite135,136,137 or pyrolysis of 
aromatics.138,139  Total synthesis of C60 has also been performed,140,141,142 opening the way 
for the rational synthesis of substituted heterofullerenes,9 and endofullerenes.143   
C60 consists of an icosahedral arrangement of 12 pentagons and 20 hexagons 
comprised of sp2 carbons.  Each of the pentagons is surrounded by 5 hexagons, and 
therefore isolated from each other.  Each carbon is equivalent, but the arrangement leads 
to two distinct C-C bonds, that at a hexagon-hexagon edge, and that of a hexagon-
pentagon edge.  The hexagon-hexagon edge bond is 1.38 Å long, compared to the slightly 
longer 1.45 Å bond at a hexagon-pentagon edge.144  This difference leads to a difference 
in the reactivity of these two non-degenerate bonds.145  The lowest energy structure of 
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C60 puts each of the double bonds at a hexagon-hexagon edge, and not at the hexagon-
pentagon edges.  The spherical shape of the arrangement keeps the p-orbitals of the 
carbons from being completely overlapped as they would be in an aromatic six-
membered ring, but the strain is distributed as evenly as possible throughout the molecule.  
Each six-membered ring therefore behaves like a cyclohexatriene.146   
Since all of the curvature arises from the presence of the 12 hexagons, the 
presence of higher (and lower) fullerenes can be predicted according to the formula 
C2(10+M).  The lowest theoretically predicted fullerene structure then is the B20 structural 
analogue, C20.  Practically however, C60 is the lowest stable fullerene, the stability arising 
from the structural isolation of the pentagons.  Higher fullerenes that conform to both of 
these rules are numerous, including C70, C76, C78, C84, have been isolated and 
characterized.147  The number of possible isomers increases for each of the higher 
fullerenes.   
The existence of higher fullerenes also suggests the possibility of layered 
fullerenes which are fullerenes of a high enough order to contain a lower order fullerene 
within its cavity.  Multilayered fullerenes, popularly referred to as carbon nano-onions 
(CNOs), that contain 20-50 such layers have been produced and are just now beginning 
to be isolated and utilized.148,149,150  
Cyclic voltammetric (CV) measurements of solutions of C60 have proved it to be a 
very electronegative molecule, reversibly reducible up to a hexa-anion in a stepwise 
fashion with essentially equal jumps in reduction potential for each one-electron 
reduction step.151  The reduction potentials of C60 are shown in Table 4-1.  Similar 
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behavior is observed for C70.16-152  This electron accepting ability has made fullerenes 
interesting as components in photovoltaic materials. 
Table 4-1.  Reduction potentials of C60 in toluene/ acetonitrile16 
C600/1- C601-/2- C602-/3- C603-/4- C604-/5- C605-/6- 
-980 -1370 -1870 -2350 -2850 -3260 
a  mV vs Fc/Fc+ 
 
Photovoltaic Materials 
Photovoltaic processes convert light energy directly into electrical energy, by first 
striking a photovoltaic material and exciting an electron, thereby creating an electron-
hole pair, or exciton, in the material.153  The key step in making an efficient photovoltaic 
material, is to separate these charges and maintain that separation.  If the electron merely 
relaxes back into the hole (or a degenerate hole) the energy will be lost as radiation or 
heat.  If the charges can be separated towards electrodes, however, the energy will be 
converted into useful electricity.  Charge separation is most often accomplished by 
incorporating two different materials in the photovoltaic cell, an electron donor (D), and 
an electron acceptor (A).154  Light energy is absorbed by the donor phase, D, and forms 
the exciton, D*.  The donor exciton, D*, complexes with the acceptor phase, A, to form 
an excited complex, (A-D)*.  Charge transfer occurs between the two phases, (Aδ--Dδ+). 
Electron transfer forms a radical ion pair, (A-•-D+•), and finally the two phases separate as 
their radical ions, A-• and D+•, completing the charge separation.  These charges must 
then migrate towards their respective electrodes.    
Traditionally, photovoltaic materials have been inorganic, particularly crystalline 
silicon, which was found to be a good semiconductor with photovoltaic properties.155  
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Eventually boron doped, or p-doped silicon was used as the acceptor phase, and 
phosphorus doped, or n-doped silicon was used as the donor phase.20   
Organic photovoltaic materials, on the other hand, is a much newer field.  While 
organics offer certain advantages156 over inorganic materials in the field of photovoltaics, 
such as low fabrication cost, the possibility of large area coverage, mechanical flexibility 
(especially over curved surfaces), and low specific weight, the fundamental science of 
conductive organic materials lagged behind until just a few decades ago, when 
electrically conductive polymers were discovered.157-158 
Shortly after this discovery, the concept of using p-type semiconducting polymers 
with fullerenes, themselves a sort of n-type semiconductor for photoinduced charge 
separation was devised.159,160,161,162  The electron transfer was subsequently shown to be 
very fast, under a picosecond, and produced a highly delocalized radical cation in the 
conjugated polymer.   
 
Scheme 4-1.  A photovoltaic cell consists of a p-type and an b-type semiconductor 
sandwiched between an optically clear ITO anode and a metal cathode. 
 
It is somewhat appropriate that the molecule named after R. Buckminster Fuller 
plays such a vital role in the development of modern organic photovoltaic materials, as 
ITO anode 
n-type semiconductor 
p-type semiconductor 
Metal cathode 
hν 
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the concept of an efficient, sustainable clean energy source fits quite well with his 
systemic worldview, which integrated geometry with energy and material efficiency. 
    The geometry of the bulk heterojunction between the donor and acceptor 
phases also has a large effect on the overall efficiency of the photovoltaic cell.  A bilayer 
structure of the donor and acceptor phase is the simplest morphology, but offers the 
smallest interface at which charge separation may occur.  Other morphologies including 
interdigitated layers, blends, interpenetrating networks, and copolymers seek to maximize 
this interfacial area, but require functionalization of the fullerene phase to increase the 
solubility/compatibility of the two phases.   
 
Fullerene Functionalization 
As previously mentioned, the hexagons of a fullerenes behave more like a 
cyclohexatriene than an aromatic ring, due to the curvature of the ring and departure from 
coplanarity of the carbon p-orbitals.  Addition reactions to these double bonds are 
therefore quite possible as has been demonstrated with nucleophiles to form the 
intermediate, C60Nunn-, which then adds an electrophile such as an abstracted proton to 
yield the final product, C60NunEn.163  Nucleophilic addition usually occur in the 1,2 mode 
due again to the poor overlap of p-orbitals.12  This mechanism has been utilized to add 
alkyl, aryl, and acetilidyl carbon nucleophiles; 164 amine31 nitrogen nucleophiles; 
hydroxide165 and alkoxide166 oxygen nucleophiles; phosphorus167,168 nucleophiles; and 
silicon169 nucleophiles.   
Cycloadditions are another class of widely-used reactions for the functionalization 
of fullerenes with a wide variety of functionality. 170  Diels-Alder type [4+2] reactions 
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have been used by the addition of reactive dienes to the dienophilic fullerene hexagon-
hexagon double bonds.171     
Otherwise, [3+2] cycloadditions have been utilized for the addition of diazo-
compounds,172 azides,173 trimethylenemethanes,174 or most commonly, azomethine 
ylides.175  The triazoline intermediate formed from the azide [3+2] addition may also lose 
N2 to form a nitrene compound.  The nitrene compound has the distinction of being able 
to add across the pentagon-hexagon single bond of the fullerene to create a bicyclo[4.3.1] 
bridge.  The dipolar azomethine ylide [3+2] cycloaddition to fullerenes was first 
introduced by Prato and Maggini, and quickly became one of the most widely-used 
methods for the functionalization of fullerenes.  The popularity stems from the ease of 
applicability to many substrates.  The reactive azomethine ylide intermediate is 
commonly produced in situ from the co-reaction of a α-amino acids with aldehydes or 
ketones.  This allows for functionality to be introduced at either the amino acid sites or 
the aldehyde site.  The cycloaddition product is a pyrrolidine with the 3- and 4- carbons 
being provided by the fullerene.   
Further cyclizations include the [2+2] addition of benzynes,176-177 ketenes,178 
enones,179 and certain electron-rich alkynes;180 or the [2+1] addition of carbenes181 and 
nitrenes.182 
Radicals produced either thermally and photochemically have both been added to 
fullerenes and followed using electron spin resonance (ESR).  Fullerenes have been 
characterized as a “radical sponge”183 due to their high efficiency in trapping radicals for 
use as both radical scavengers and in materials synthesis.    
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Scheme 4-2.  Some common fullerene functionalization methods:  A) Diels-Alder [4+2] 
cycloaddition, B) azomethine ylide mediated [3+2] dipolar cycloaddition, C) carbene 
mediated [1+2] cycloaddition, and D) nitrene mediated [1+2] cycloaddion reactions. 
 
Radical precursors including hydrocarbons, CCl4, alkyl halides, dialkylmercury 
compounds, dialkylperoxides, azobisisobutyronitrile (AIBN) and 2,2,6,6-
tetramethylpiperidine 1-oxyl  (TEMPO) nitroxides have been added.  The stability of the 
radical adduct R-C60• varies with the steric size of R.  These additions always occur at the 
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fullerene hexagon-hexagon edge double bonds.  Multiple radical additions to different 
double bonds may lead to structures with double bond localization at the hexagon-
pentagon edge, but evidence using 13C labeled benzyl radicals indicates that further 
radical additions continue to occur at other hexagon-hexagon double bonds.   
 
Radical Addition of Conjugated Polymers to Fullerenes 
A few radical polymerizations of vinyl monomers have been used to add to C60, 
including polystyrene184 and PMMA.185  These materials are soluble fullerene-cored star 
polymers, with lower yields and molecular weights and narrower distributions than the 
control reactions, indicating a chain transfer mechanism.  The radical reactivity of C60 is 
more frequently utilized in the previously-mentioned nitrene-mediated mechanism 
reported by Hawker48 and the carbene-mediated mechanism reported by Wudl.47  The 
nitrene method has been used to add a N-tethered poly(phenylenevinylene) (PPV) to C60 
in order to incorporate a conjugated polymer in intimate contact with the fullerene 
core.186  PPV has also been incorporated through a C-bridge187 utilizing the Wudl 
method.  The Prato [3+2] dipolar addition mechanism188 is however the most common 
method for the incorporation of conjugated polymers.  It has been used to attach PPV,189 
polythiophene,190 and poly(thiophenevinylene.)191  A star shaped poly anilinated C60 has 
also been produced from hexanitro[60]fullerene.192 
 
BODA-co-C60 
Soluble BODA polymers have an extremely high absorbance cross-section.  The 
step-growth polymerization kinetics of BODA polymerization, 193  combined with 
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evidence from the EPR194 and MALDI-TOF experiments speak of a very long-lived 
radical species in the polymer.  Though, there have been no previous reports of the direct 
radical addition of a conjugated polymer to a fullerene, Bergman cycloaromatized 
naphthalene diradicals from BODA monomers have been used to react with C60 to 
produce conjugated polymer-fullerene adduct copolymers that may have interesting 
donor-acceptor properties useful for photovoltaic applications.195,196,197,198 
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Scheme 4-3.  BODA monomer cycloaddition and addition to C60 to form proposed 
trimeric diradical structure. 
 
A suspension of fullerene C60 in a N-methyl-2-pyrrolidinone (NMP) solution of a 
BODA monomer (X = C(CF3)2, R = Ph) was heated for 24h at reflux (206 ºC, typically 
ca. 1 wt% total solids) to give a copolymer product with C60 content ranging from 2-30 %.  
After removal of the reaction solvent, the remaining solid product was soluble in 
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common organic solvents.  In all cases, the C60 had been completely consumed by the 
end of the reaction time, as measured by gel permeation chromatography (GPC) as shown 
in Figure 4-1. 
A solution of C60 starting material (Figure 4-1A) has a GPC retention time of 21.2 
minutes, longer than the polystyrene calibration range.  Residual C60 was not observed in 
the copolymer reaction mixtures.  The chromatogram for the BODA-co-C60 copolymer 
(Figure 4-1B) is more broad and of higher weight average molecular weight (Mw) than 
that of the homopolymer (Figure 4-1C) after identical polymerization conditions.  These 
data illustrate the expected increase in average functionality of the monomers by the 
addition of C60 as a monomer. 
The photodiode array (PDA) detector of the GPC was also used to extract 
retention time-dependent UV-Vis spectra from an incomplete polymerization.  In this 
chromatogram, the C60 was still observable, as well as a two polymer peaks.  One 
polymer peak has a longer retention time than the monomer, but shorter than the BODA 
monomer.  This peak was taken to be the BODA-co-C60 oligomer peak.  The spectra for 
the three components show the changing absorbance spectra with incorporation of the 
C60. The C60 spectrum (tretention = 21.2 min) shows two maxima at 257.3 and 330.9 nm, the 
BODA homopolymer spectrum (tretention = 16.66 minutes) has one maxima at 270.3 nm, 
and the BODA-co-C60 product spectrum (tretention = 20.59 min) has a shifted BODA-
fraction maxima at 253.8 nm and a pronounced shoulder around the 330.9 peak of the 
C60, indicating incorporation of the C60 into the polymer structure (Figure 4-2). 
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Figure 4-1.  Gel permeation chromatograms of A.) C60 starting material, B.) BODA (X = 
C(CF3)2, R = Ph) homopolymer, and C.)  BODA-co-C60.   
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Figure 4-2. Extracted UV-Vis spectra from partially polymerized BODA-co-C60 gel 
permeation chromatogram.  The C60 spectrum, blue, was extracted at t ret = 21.20 
minutes, the BODA homopolymer, black, at tret = 16.66 minutes, and the BODA-co-C60, 
red, at tret = 20.59 minutes. 
 
The molecular incorporation of the fullerene into the polymer is best seen in the 
MALDI-TOF spectrum of the copolymer (Figure 4-3).  The BODA dimer (m/z = 1408); 
and 2:1 BODA-co-C60 trimer (m/z = 2128) are clearly seen in the mass spectrum.  
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Another major peak at m/z = 696 may be a fragmented BODA monomer.  The single 
monomer-co-C60 adduct (m/z = 1424) is not observed.  
 
Figure 4-3.  MALDI-TOF mass spectrum of BODA-co-C60 showing peaks at m/z = 696, 
1408, and 2128.  
 
There are two radical routes to produce the dominant hetero-trimer observed at 
2128 g/mole.  The reactive BODA-derived napthalene diradical must react first with 
either a double bond of the fullerene, to produce the fullerene radical which subsequently 
reacts with the second BODA monomer to form the trimer, or a BODA dimer reacts with 
the fullerene directly.  The former approach better explains the lack of the 1:1 BODA-co-
C60 dimer, due to a difference in relative reactivities.  The C60 would be expected to have 
the same reactivity towards both the monomeric and dimeric, (and higher order 
oligomeric) radical species.  BODA-derived radicals have been shown to have 
remarkably long lifetimes by EPR,7 whereas fullerene radicals are usually very reactive, 
and have shorter lifetimes.    
EPR detects unpaired electrons and can give information about the environment 
of the unpaired electron, analogous to the way NMR detects the spins of NMR active 
nuclei.  EPR monitoring of an in situ heated 1:1 stoichiometric mixture of BODA 
696 
1408 
2128 
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monomer 1 and C60 showed the growth of a singlet signal with a g-value of 2.0018.  This 
is the identical g-value observed with the homopolymer under the same conditions, so 
this signal has been attributed to the homopolymer species.  The presence of another 
distinct second radical with a similar g-value but greater linewidth nots een in the 
homopolymer was observed upon increasing microwave power (Figure 4-4).  There is no 
observable hyperfine splitting in either signal, indicating that each radical is located on a 
carbon center that has no substituents (H or F) capable of splitting the signal.  This could 
indicate either a radical on the cyclized BODA naphthalene ring or on the fullerene shell 
itself.  The similarity of the g-values to that of the free-electron g-value indicate, 
however, that both radicals are similar in environment.  The second observed radical 
signal does not saturate with increasing microwave power as does the first narrower  
 
Figure 4-4.  Electron paramagnetic resonance spectra of in situ heated BODA-co-C60 
reveals, under higher microwave powers, a second signal distinct from the lone signal of 
the BODA homopolymer.   
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singlet, indicating a more efficient spin-lattice relaxation pathway.  Therefore, it seems 
likely that the second signal originates from a radical centered on a cyclized BODA 
monomer bound to a fullerene as proposed in Scheme 4-3. 
The high-resolution transmission electron microscopy (HR-TEM) images of the 
copolymer show a texture characteristic of the fullerene, as can be seen by comparison to 
images of the homopolymer and a sample of neat C60.  The intact morphology of the 
spherical fullerenes is observed in the copolymer (Figure 4-5) and in the 
unfunctionalized fullerene, but not in the BODA homopolymer.  The unfunctionalized 
fullerene was not observed in the GPC of the copolymer, so the fullerenes in the 
micrograph are not merely part of a mixture with a homopolymer (Figure 4-1).  Distinct 
fullerenes spheres are observed as circles of in the copolymer micrograph.   
   
Figure 4-5.  HR-TEM images of BODA-co-C60, left,  shows the characteristic pattern of 
a C60 containing sample as seen when compared to neat C60, right.  The scale bar in each 
represents 2 nm.   
 
The 13C NMR of the copolymer shows a broad peak centered at 145.3 ppm for the 
C60 carbons.  Native C60 has one carbon peak at 143.2 ppm.  The broadness of the peak 
indicates that the C60 carbons have been made non-degenerate by the functionalization 
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reaction.  The BODA polymer carbons also remain in this spectrum between 124 and 134 
ppm. 
As will be shown in the next section, BODA monomers also react with 
multilayered carbon nano-onions (CNOs), and these copolymers can be defunctionalized 
by selectively oxidizing the BODA polymer from the CNOs by heating in air within a 
small temperature range (~490 ºC).199  This same experiment with the BODA-co-C60 
system revealed a temperature in oxidative TGA heating experiments where the BODA 
polymer appeared to defunctionalize from the fullerene surface, based on weight loss  
(Figure 4-6) but Raman analysis of the copolymer after oxidative heating in the TGA, 
however, did not simply yield recovered C60 (Figure 4-7).  All that was observed in the 
spectrum was a glassy carbon structure identical to that formed from the pyrolysis of 
BODA  
 
Figure 4-6.  TGA traces of BODA homopolymer, C60, and the BODA-co-C60 reveal a 
window to allow for thermal defunctionalization of BODA from the copolymer to 
recover C60.   
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homopolymer.  None of the characteristic fullerene peaks are seen in the spectrum.  This 
is probably caused by the difficulty associated with spectroscopy through highly 
absorbing glassy carbon matrix.  Whether the fullerene structures are buried in the glassy 
carbon matrix during or after the oxidation, or whether the fullerene structure itself is 
destroyed, and therefore contributes to the glassy carbon structure cannot be determined.  
This last possibility raises the question of whether the outermost functionalized layer of 
the multi-layer CNOs is similarly destroyed during that defunctionalization process.  
Given the  relative sizes of the monomers to the fullerene and to the CNOs, the CNOs 
structure would still dominate the Raman spectrum, over any residual glassy carbon.  
These delaminated CNOs would be indistinguishable from the pre-functionalized CNOs  
 
Figure 4-7.  Raman spectrum of C60, green, shows its characteristic line structure.  The  
BODA homopolymer spectrum, light blue, is broad and featureless, as is the copolymer 
spectrum, dark blue.  After attempted thermal defunctionalization the spectrum is  
dominated by glassy carbon peaks, with no observable line structure indicative of C60.  
(in collaboration with A. Rettenbacher) 
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by Raman, and very difficult to determine by TGA.  This mechanism would however 
make possible the iterative functionalization-defunctionalization of CNOS with the aim 
of successively removing the outermost layers of the onions to get progressively smaller 
layered fullerenes, a goal which has proved very difficult by other means.   
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Figure 4-8.  The I-V plot for a diode with BODA-co-C60 layer between ITO and Ag 
electrodes.  (In collaboration with R. Harrell’s laboratory) 
 
A film of BODA-co-C60 was fabricated into a simple diode device by spin coating 
onto an ITO glass slide, and then depositing 1 mm circles of silver onto the surface of the 
BODA-co-C60 film.  In this diode architecture the BODA-co-C60 acts as the 
semiconducting Schottky barrier layer.  The diode showed a linear response on the I-V 
plot, with a response on the scale of milliamps.  (Figure 4-9)  The average film thickness 
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was measured by profilometry to be 5.4 µm.  This corresponds to a conductivity σ = 3.8 
x10-2 S·cm-1 which is much less conductive than glassy carbon (σ = 1028 S·cm-1)58, but on 
the order of doped polythiophene (σ = 10-2—10-1 S·cm-1).200  The copolymer showed a 
marked difference in semiconductivity as compared to the homopolymers in the same 
role, which never showed any conductivity.  This supports the position that the C60 
component is acting like a p-type dopant for the BODA polymer component, imparting a 
charge transfer capability to the copolymer.  Experiments to determine the effect of light 
environment on this response are underway.   
 
BODA-co-Carbon Nano-onions 
Multi-layered fullerenes are referred to as carbon nano-onions (CNOs) and are 
very much the newcomers in the fullerene arena.  While their existence was confirmed in 
a few papers in the early days of fullerenes, particularly as observed species in TEM 
studies, their limited quantities, lowered reactivity, and added levels of complexity 
directed attention away from these more exotic species while many of the fundamental 
properties and reactivities of the small molecule fullerenes were underway.  Recently 
however, there has been renewed interest in CNOs chemistry as a few reactive strategies 
have been identified for their solubilization.  This opens the doors for such varied 
applications as optical limiting,201 catalysis,202 gas storage,203 additives for aerospace 
applications,204-205 nickel-based composite coatings,206 solar cells and light-emitting 
devices207-208 and fuel-cell electrodes.209 
As in the case of single-walled carbon nanotubes (SWNTs), CNOs are insoluble 
in both organic and inorganic solvents.  Solubilization is therefore necessary to gain 
access to the fundamental chemical properties of CNOs.  Chemical  
 113
derivitization is one of the most common methods utilized for the solubilization and 
study of SWNTs.  Recent reports have successfully applied this approach to CNOs, and 
should lead to many more in the future.210-211  Two successful methods for the exohedral 
functionalization of CNOs reported included 1) oxidative defect-sites generation and 
conversion into derivatives such as amides, and PEGylation, and 2) direct chemical 
functionalization using the 1,3 dipolar cycloaddition of an azomethine ylide.   
The former a common method for SWNT functionalization, and the latter a common 
method for both SWNT and C60 functionalization.   
Another method frequently used with CNTs, is the addition of aryl radicals 
formed by the reduction of aryl diazonium salts, or the thermolysis of benzoyl peroxide. 
Attempts to use the reduction of diazonium salt approach, which works very well for 
CNTs,212,213,214 failed in case of the CNOs.215  The reaction of CNOs with phenyl 
radicals, generated in situ from aniline and isoamyl nitrite, had no detectable effect on the 
solubility of the CNOs.  The radical addition which works very well for the solubilization 
of CNTs, fails with the large CNOs. This may be attributed either to a decrease in the  
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Scheme 4-4.  BODA derived radical functionalization of carbon nano-onions (CNOs) 
and proposed copolymer structure.   
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Scheme 4-5.  Isolation of three different solid products from reaction mixture using 
differential solubilities and centrifugation. 
 
chemical reactivity of the CNOs surface as the curvature of the external graphitic sheet 
decreases with increasing radii, or the increased difficulty of solubilizing the massive 
CNOs molecules for the small non-polar phenyl functionality.  The radicals of the 1,4-
didehydronaphthalene formed from the cyclization of BODA monomers do, however, 
show evidence of addition to CNOs and subsequent solubilization.    The high reactivity 
of the BODA radicals, in combination with the extended branched polymer structure 
provide one of the first examples of CNOs functionalization and solubilization (Scheme  
 
Figure 4-9.  High resolution transmission electron micrograph (HR-TEM, 300 keV) of 
solubilized CNOs in BODA-co-CNOs 2.  About 20 concentric rings are countable.  The 
scale bar represents 2 nm.  (A. Rettenbacher) 
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Figure 4-10.  Low Resolution TEM (LRTEM, 120 keV) images of BODA-co-CNOs 1 
(left), and BODA-co-CNOs 2 (right).  The scale bars in each represent 20 nm.  (A. 
Rettenbacher) 
 
4-4).  BODA monomer 1, (X = C(CF3)2, R = Ph) was used as the polymeric component 
in the functionalization.   
BODA monomer and CNOs were mixed in a 2:1 molar ratio in a suspension of 
refluxing N-methyl-2-pyrrolidinone (NMP, bp = 206 °C) for long reaction times, 4 days, 
to give the best results (Scheme 4-4).  This temperature allows for the long reaction times 
of the BODA polymerization without crosslinking and loss of solubility, while still 
allowing for a large enough concentration of reactive radical species to minimize the 
reaction times for the solublization of the CNOs.   
The reaction leads to several products of varying BODA:CNOs ratios which are 
separable based on differences in their solubilities.  There remained a fraction of CNOs 
that showed no solubility in the reaction solvent, NMP, and was removed by several 
succussive cycles of centrifugation, replacement of the solvent phase, and sonication to 
ensure complete removal of the soluble fraction.  The soluble fraction itself was further 
fractionated by dissolution of the solid remaining after removal of the NMP under rotary 
vacuum evaporation in second solvent CHCl3, Scheme 4-5.  There are therefore one 
insoluble (unreacted CNOs) and two soluble fractions (BODA-co-CNOs 1, soluble in 
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NMP only and BODA-co-CNOs 2, soluble in both NMP and CHCl3). These fractions 
were all investigated by GPC, TEM, TGA and Raman spectroscopy and compared with a 
BODA homopolymer control submitted to the same reaction and workup conditions 
(Scheme 4-4). 
The soluble fractions were examined by HR-TEM to verify the incorporation of 
the CNOs (Figure 4-9).  The CNOs starting material is completely insoluble in NMP, 
whereas both BODA-co-CNOs fractions remained in a stable solution after long 
centrifugation times.  Solutions of the CHCl3 soluble fraction BODA-co-CNOs 2 are 
deep-orange colored; and solutions of the NMP soluble fraction BODA-co-CNOs 1 are 
green-black colored.  Low resolution TEM images of BODA-co-CNOs 1 and BODA-co-
CNOs 2 are shown in Figure 4-10.  A high resolution TEM image of BODA-co-CNOs 
2, Figure 4-9, reveals the round layered shape of a BODA functionalized CNO 
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Figure 4-11.  GPC of BODA-co-CNOs 2 bottom compared to BODA homopolymer 
control reaction.  Each sample is 1 mg/mL in CHCl3, filtered with 0.45 nm filters. 
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surrounded and partially eclipsed by other CNOs. The layered structure of the CNOs 
reveals about 20 shells that can be counted for this particular molecule.  This shows 
demonstrably that the reactive BODA-derived radicals are able to add to and solubilize 
the CNOs.  This is the first such example of a radical addition to multi-layer fullerenes. 
GPC chromatograms of BODA-co-CNOs and the BODA oligomer control are 
shown in Figure 4-11. The BODA homo-oligomer control experiment (Figure 4-11, top) 
has a higher average molecular weight and broader polydispersity than does the 
copolymer.  This is as expected and is attributed to the increased branching in the 
homopolymer.  The BODA-co-CNOs (with 11 wt. % CNO, Table 4-2) on the other hand 
exhibits limited BODA homopolymerization due to the competing radical addition 
reaction with the CNOs.  The CNOs effectively act as chain transfer agents and thereby 
lower the polydispersity for the copolymer (Figure 4-11, bottom).  Incorporation of the 
CNOs into the polymer backbone does not have as dramatic effect on the GPC molecular  
 
 
Figure 4-12.  Thermal gravimetric analysis (TGA, 3 °C/min, N2) of BODA-co-CNOs 
(red line), CNOs (blue line) and BODA homopolymer (yellow line).  (A. Rettenbacher) 
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weight as might be expected due to the actual increase in molecular weight.  This is due 
to the same effect that lengthened the GPC retention time of the C60.    The GPC 
calibration is based on the relationship between the hydrodynamic volume (the effective 
volume of a polymer molecule in solution, including the integrated solvent molecules) 
and the known molecular weights of a polymer standard.  Smaller polymers chains have 
smaller hydrodynamic radii, and are therefore more likely to get slowed down by the 
smaller pores in a gel separation column.  The length of the pathway through the column 
affects the retention times. Therefore the largest polymer chains of a given structure 
move through the column fastest and are detected first.  The smallest polymer chains, 
oligomers, and monomers, move through the column increasingly slowly and have 
increasingly longer retention times.  This is the theory behind all size exclusion 
chromatography (SEC), but assumes that the polymers and molecules being compared 
have the same or similar structures is solution.  In this case, the standard polymer used is 
a linear polystyrene.  Therefore any variation from the standard polystyrene structure 
leads to a secondary variation from the calibrated molecular weights.   The effective 
hydrodynamic volumes of fullerenes, both single and multi-layered, are much lower 
relative to molecular weight than those of solvated polymers due to their inherently 
compact structures.  This is also the origin of their poor solubilities which increase with 
molecular weight.  Fullerenes therefore exhibit long GPC retention times and lower 
calculated molecular weights when using the less-compact solvated linear polymers as 
standards. 
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Figure 4-13.  Raman spectra of BODA-co-CNOs (green) after thermal treatment under 
N2.  The CNOs peaks are not discernible in the glassy carbon matrix remnant from the 
pyrolyzed BODA component, as seen in the two controls, BODA homopolymer, blue, 
and CNOs, red.  (with A. Rettenbacher) 
 
The previous reports of functionalized CNOs have used a thermal 
defunctionalizaton method to confirm the presence of the CNOs in their soluble 
materials.  This technique involves a controlled heating in a thermal gravimetric analyzer 
(TGA) under inert gas to selectively remove the polymer decorations from the surface of 
the CNOs, while leaving the more thermally stable CNOs cores intact.  This has been 
successfully utilized for PEG-ylated carbon SWNTs216 and CNOs.77  Effective use of this 
technique relies on determination of an appropriate temperature for the removal of the 
labile solubilizing groups from the CNOs surface that is suitably lower than the 
decomposition temperature of the CNOs.  A TGA scan of the BODA-co-CNOs BODA-
co-CNOs 2 under N2 is compared to that of pure CNOs starting material and BODA 
homopolymer. (Figure 4-12).  The BODA homopolymer has a weight loss of  ~20 % of 
its original weight starting at 410 °C. Minimal further weight loss is observed on  
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Figure 4-14.  TGA (3 °C/min, air) of BODA-co-CNOs (pink) shows thermal 
decomposition window available for the defunctionalization of the BODA component 
from the CNOs marked by vertical line at 490 °C, where the BODA homopolymer 
(yellow) oxidizes, and the CNOs remains stable (blue).  (A. Rettenbacher) 
 
continued heating, as expected due to the carbonization processes that are known to occur 
under these conditions.61  This normally desirable quality of BODA polymers here 
prohibits an effective defunctionalization process.  If the functionalized CNOs are fully 
defunctionalized under these conditions, the TGA pyrolysis residue is still dominated by 
the BODA-derived glassy carbon. 
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Figure 4-15.  Raman spectra of BODA-co-CNOs 1, top, before, blue, and after, red, 
thermal defunctionalization process.  The CNOs peaks, visible in the copolymer become 
sharper in the recovered sample spectra than in the starting material sample, suggesting 
smaller distribution of sizes. The same experiment for BODA-co-CNOs 2 is shown in the 
bottom spectra.  (A. Rettenbacher) 
 
 
The Raman spectra of CNOs starting material compared with those of the residues 
of oligomeric BODA and BODA-functionalized CNOs  after TGA controlled heating to 
1100 ˚C in N2 (Figure 4-13) verify this hypothesis.  Glassy carbon dominates the Raman 
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spectrum of the pyrolyzed BODA-co-CNOs (Figure 4-13, bottom) just as it does with the 
homopolymer.  The D-band is characteristic of graphitic materials and appears at 1580 
cm-1 in highly ordered pyrolitic graphite (HOPG).  The D-band is seen in graphitic 
materials with finite domain sizes such as polycrystalline graphite, glassy carbon and 
carbon nano-onions at about 1310-1320 cm-1.77 
A more effective defunctionalization method is possible with the TGA controlled 
heating in air (Figure 4-14).  While the BODA homopolymer does show a remarkably 
good thermal oxidative stability, there is a weight-loss onset at 390 °C in air, which is 
sufficiently lower than the onset degradation temperature of the CNOs at 470 °C to effect 
the thermal defunctionalization process.  Isothermal heating within this difference of 80 
°C at 490 °C for 1h (see the vertical line and inset in Figure 4-14) allowed recovery of 
the pure CNOs material from the copolymer network as the oligomeric BODA burns off 
leaving the CNOs intact.  The total weight loss during the oxidative TGA experiment 
allowed for calculation of the component contributions in the copolymers, Table 4-2.  
After the stabilization of the mass in the TGA, the remaining mass, obtained as an 
insoluble black powder, is taken to be the mass of the CNOs fraction in the copolymers. 
This was 11 % for the CHCl3 soluble fraction BODA-co-CNOs 2 and 79% for the NMP 
soluble fraction BODA-co-CNOs 1.  This is summarized in Table 4-2 where the mass 
balance for the defunctionalization process is given for each copolymer.  The difference 
in the solubilities of the two copolymers is attributed to this difference in their CNOs 
component contributions.     
The mass balances for both the BODA and CNOs fractions are also given for the 
polymerization reactions in Table 4-2.  In summary, 19.4 mg of the initial 20.0 mg CNOs 
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starting material was recovered as unreacted CNOs from the polymerization and as 
defunctionalized CNOs from BODA-co-CNOs 1 and BODA-co-CNOs 2 and 23.9 mg of 
the intial 40.0 mg BODA monomer added to the reactive mixture was incorporated into 
the copolymer with the CNOs.  The homopolymer was removed from the BODA-co-
CNOs by washing with ether.  This indicates that a molar ratio of 2:1 BODA 
monomer/CNOs is sufficient to achieve appreciable functionalization. 
Table 4-2.  Mass balance for the each of the two components in the copolymer as 
determined by selective thermal oxidation in the TGA at 490 °C. 
Compound [mg] 
BODA monomer (starting material) 40.0 
CNOs (starting material) 20.0 
CNOs in 12.8 mg of insoluble CNOS (100%) 12.8 
CNOs in 4.7 mg of BODA-co-CNOs 1 (79%) 3.7 
CNOs in 25.8 mg of BODA-co-CNOs 2 (11%) 2.9 
total sum of CNOs recovered 19.4 
BODA oligomer in 12.8 mg of insoluble CNOS (0%) 0.0 
BODA oligomer in 4.7 mg of BODA-co-CNOs 1 (21%) 1.0 
BODA oligomer in 25.8 mg of BODA-co-CNOs 2 (89%) 22.9 
total sum of BODA oligomers 23.9 
 
The accomplishment of both the functionalization and oxidative thermal 
defunctionalization processes is further confirmed by the changes evident in the Raman 
spectrum of the recovered CNOs from the TGA experiment compared to those of the 
CNOs starting material, and the BODA-co-CNOs (BODA-co-CNOs 2).  The elimination 
of the BODA component and recovery of the CNOs is shown in Figure 4-15.  The 
spectrum of BODA-co-CNOs BODA-co-CNOs 2, middle, is a broad continuum without 
any visible discrete peaks as seen in the unfunctionalized CNOs, bottom, and the 
recovered CNOs, top.  The difference in relative heights of the two peaks at ~1580 and 
1312 cm-1 in the two spectra from the native CNOs and recovered CNOs may support the 
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idea that the CNOs are being refined based on size during the functionalization-
defunctionalization process.    
The difference in the two soluble BODA-co-CNOs sample is seen in the Raman 
spectra of BODA-co-CNOs 1 and BODA-co-CNOs 2 (Figure 4-15).  In BODA-co-
CNOs 2, the more highly-functionalized BODA-co-CNOs sample, the broad signal of the 
BODA component dominates the spectrum and obscures all signal from the CNOs 
component.  In BODA-co-CNOs 1, the less-functionalized BODA-co-CNOs sample, 
however, the component ratios are balanced enough for the weaker Raman bands to be 
observed within the broader BODA continuum signal.  
BODA-co-C60 
BODA-co-CNOs
 
Figure 4-16.  Cumulative mass fraction as a function of particle radius of hydration in 
solutions of CHCl3 for BODA-co-C60 (red), BODA-co-CNOs (blue), and BODA 
homopolymer control (green), as measured by multi-angle liner light scattering 
(MALLS). 
The BODA-co-C60 and CHCl3 soluble BODA-co-CNOs samples were each 
separated on a GPC column and analyzed with a multiple angle linear light scattering 
(MALLS) detector.  MALLS can determine several different properties of materials, 
including hydrodynamic radii.  Figure 4-16 shows the cumulative weight fractions of 
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these two BODA-fullerene copolymers and the BODA homopolymer as a function of 
their hydrodynamic radii, rh.   Each sample was fractionated on the GPC column 
according to the rh of the substituent fractions.  The homopolymer shows a smooth 
continuum of rh with normal step-growth polymerization.  The BODA-co-C60 on the 
other hand shows a large jump in cumulative mass fraction at rh = nm, indicative of the 
incorporation of the fullerene species.  This is even more evident in the case of the 
BODA-co-CNOs which show several such jumps in cumulative mass fraction at 
increasing rh values, indicative of incorporation of several CNOs species with differing 
numbers of layers.   
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CHAPTER 5 
MONO-ORTHO-DIYNYL ARENES AS BODA COMPLEMENTS 
 
Enediynes 
As mentioned in Chapter 1, poly(enediyne)s were originally developed as linear 
polymers from mono-enediyne containing monomers.  This method worked for the 
production of linear poly(naphthalene)s and other derivatives, but was limited by the 
solubility and processability of the resultant polymers.  The BODA innovation replaced 
these difunctional monomers and linear polymers with tetrafunctional monomers and 
soluble branched polymeric intermediates which perform better in both solubility and 
processability properties.  But BODA polymers themselves suffer from the negative 
effects of this functionality overcompensation when the reaction is taken farther and the 
functionalities begin to be fully consumed.   
Difunctional monomers produce linear polymers with two reactive chain ends.  
Each trifunctional monomer adds a branchpoint and another reactive chain end to any 
polymer chain into which it is incorporated.  A polymerization with only trifunctional 
monomers in the system produces network polymers when the reaction is taken to 
completion.   Network polymers have closed loops where two of the reactive ends of 
single polymer chain have reacted with each other.  This has been quantified by Wallace 
Carothers in the early days of polymers as a science.  He defined functionality f as the 
number of reactive groups within each monomer that participates in the polymerization 
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by linking to another monomer.217  It was demonstrated statistically that any 
polymerization needs to maintain an average functionality favg = 2 in order to produce 
sustainable high-molecular weight linear polymers.  This can be produced by either a 
collection of monomers that all have f = 2, or through careful balancing of 
monofunctional monomers (f = 1) with trifunctional or higher degree monomers (f ≥ 3) in 
addition to any difunctional monomers (f = 2).   
The concept of average functionality can be extended beyond this simple 
consequence and applied to network polymers too.  As mentioned earlier, trifunctional 
monomers yield network polymers.  This is true for any polymer system with an average 
functionality favg > 2.  The average size of the closed loops however varies with exactly 
what that average functionality is for the system.  In the case of BODA monomers f = 4, 
and so favg = 4.  In a system that has consumed all of this functionality, the size of the 
closed loop is very small, about 4 monomer units.  This has consequences for the way the 
polymer behaves mechanically.  Because each of the monomers behaves as a branch 
point, and is connected to 4 other monomers, there is very little degrees of freedom 
within the network polymer.  This is further complicated by the possibility of 
entanglement of the closed loops.  In a monolithic structure this rigidity imparts strength 
to the structure, but also imparts brittleness.  There are no ways for the polymer to move 
in order to accommodate an applied stress, and thus the polymer bonds are broken.   
This brittleness is especially troublesome when the physical dimensions of the 
polymer are limited as in a thin film, or a fiber application.  In a thin film application, the 
polymer is cast onto a 2-dimensional substrate, and cured to complete consumption of the 
reactive functionality.  During this process, the closed loops are formed and the degrees 
 129
of freedom within the network are diminished.  This is accompanied physically by 
shrinkage of the polymer film.  Mismatch within the dimensions of the substrate and the 
shrinking polymer network film leads to stresses in the network, and eventual breaking of 
the polymer bonds seen as cracks in the film.  For nearly all thin film applications, 
cracking is disastrous. 
The effect can be mollified by increasing the average size of the closed loops, and 
thereby the degrees of freedom within the polymer network.  Practically, this is 
accomplished by reducing the average functionality back down closer to 2, through the 
incorporation of difunctional monomers.  Separately, the difunctional monomers lack the 
ability to reach higher molecular weights due to their limited solubilities, and the 
tetrafunctional BODA monomers incorporate too many stresses at high functionality 
conversions.  But together, it is possible to get the best of both systems in one copolymer 
system.   
 
MODA-BODA copolymers 
A mono-ortho-diynyl arene monomer (MODA) is simply a small molecule 
containing a single enediyne functionality retronymmed to conform with the 
nomenclature already in place for BODA chemistry.  The history of similar chemistry is 
discussed in Chapter 1 of this work.   
MODA monomers were introduced into BODA chemistry initially to deal with 
the issue of brittleness described above.  Thin films of BODA-derived homopolymers 
were found to be unstable to post-functionalization reactions: reactions which take place 
after the fully-cured BODA network is formed.  This was particularly noticeable during 
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an attempted sulfonation218 of the aromatic rings in the network.  The film broke into 
small pieces and delaminated from the glass slide used as the substrate for the film 
formation.   
F3C CF3
+
F3C CF3
n n
mm
z z
250-300 °C
 
Scheme 5-1.  Copolymerization of BODA monomer 1 and MODA monomer 1.  
Copolymers can be made in different co-monomer ratios in order to change the poly-
MODA chain length between BODA residue crosslinks. 
 
The instability of the thin-films was attributed to the high crosslink density within 
the polymer network.  The same property that imparts the strength to monolithic 
polymeric structures imparts a brittleness and inflexibility to thin films.  Thus, when the 
films are cured or dried, the shrinkage inherent to the polymer film caused the observed 
cracking in the films.   
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In order to test this hypothesis, and simultaneously make an attempt to address the 
problem, several copolymers were made with the tetrafunctional BODA monomer 1-1 
and a difunctional MODA monomer 5-1, Scheme 5-1.  The copolymers were made with 
varying feed ratios of the two monomers.  Since it is expected that all of the monomers in 
the reaction would be incorporated into the fully cured network polymers being 
synthesized, this feed ratio is also taken to represent the overall co-polymer ratio.  
Therefore, the monomer feed ratio is directly relatable to the amount of crosslinking in 
the network polymer, and to all mechanical properties of the film dependent on that 
crosslinking.   
 
Figure 5-1.  A typical Thermal Mechanical Analysis (TMA) trace for the BODA-MODA 
copolymers thin films.  This trace represents the MODA homopolymer.   
 
Thin films were made by curing films of each of the copolymer prepolymers cast 
on clean glass films.  The films thus produced were not freestanding and were therefore 
not available for any mechanical testing that required it to be.  One available mechanical 
test that is adaptable to both supported thin films, and measures the bulk properties of that 
 132
film (as opposed to the surface properties only) is a technique called thermomechanical 
analysis.219  This technique measures the change in mechanical deformation of a sample 
under a non-oscillating load while undergoing a time resolved temperature program.  It 
may be used to measure glass transition temperatures, softening temperatures and 
coefficients of thermal expansion.   
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Figure 5-2.  Moduli of BODA-MODA copolymers films on glass slides as measured by 
TMA at 30-32 °C, F = 5 mN, D = 3.5 mm (ASTM E3207-04).  The horizontal line 
represents the modulus of the glass slide substrate. 
 
The results of the TMA testing of the films showed a trend relative to the crosslink 
density as affected by the ratio of co-monomer content.  The modulus, E, is related to the 
applied load, F, and the penetration depth, d, of a circular flat probe of diameter D 
according to the following equation.3  
E = ¾ F/Dd Eq. 5-1 
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In our experiment a constant load of F = 5.0 mN was applied with a circular probe of 
diameter D = 3.5 µm until a steady state penetration depth was reached.  This usually 
occurred at within about 20 minutes of load time.  The experiment was performed 
isothermally to compare the five samples and a blank glass slide control.  Figure 5-1 
shows a typical TMA trace.  After the load is applied, the system comes to an equilibrium 
penetration depth.  The modulus can then be calculated with Equation 5-1 and compared 
to the co-monomer ratios.  Figure 5-2 shows the results from this analysis.  
Unfortunately, two of the samples did not reach an equilibrium penetration depth within 
the 20 experiment time frame, and therefore did not give reliable results.  The remaining 
four samples, however, followed the expected trend.  Those polymers with higher 
tetrafunctional BODA crosslinking content showed higher moduli than the copolymers 
with the higher difunctional MODA content.  The 1:10 BODA:MODA comonomer ratio 
sample has a modulus that is indistinguishable from the MODA homopolymer sample 
within the limits of the experiment.  This result indicates that the average length of about 
five MODA monomers between BODA crosslinks is sufficient to decrease the modulus 
of the crosslinked polymer to within the scale of the uncrosslinked MODA homopolymer 
sample.  The BODA homopolymer sample on the other hand displays a higher modulus 
than the glass slide blank that was used as the substrate on which the polymer slides were 
cast.  The result that the modulus of the glass slide lies between the MODA 
homopolymer and the BODA homopolymer is also significant.  This indicates that the 
modulus that is being measured is directly related to the polymer film, and is not being 
overly influenced by the underlying substrate.   
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MODA-Endcapping 
MODA monomers have also been employed in a different strategy that can be 
used to help remedy the mechanical strains associated with the heavy crosslinking density 
of BODA derived networks, especially in fully cured thin films.  Since MODA 
monomers have half the functionality of a traditional BODA monomer, they can be 
thought of as half of a BODA monomer.  In order for this paradigm to be useful, however, 
there must be a way to link the two MODA monomers together to form the new BODA 
monomer.  In order to do this using ordinary organic chemical reactions, the MODA 
monomers must have a reactive functionality at the 3-position (relative to the enediyne 
functionality) that can be used as a reactive handle.  The coupling reactions and 
conditions must also be within the tolerance of the enediyne functionality, in order to 
minimize the side reactions that can occur.   
Fortunately, there exists in the literature several molecules which already match 
the criteria for a functional MODA monomer.  These include the monomer shown in 
Scheme 5-1220 and MODA monomer 5-2 shown in Scheme 5-2.  MODA monomer 5-2 is 
a benzoic acid as first synthesized by Kovalenko and Alabugin and reported in Chemical 
Communications in 2005.221  From this starting point, the next functional MODA 
monomer was synthesized, by doing a DCC facilitated amidation222 of the carboxylic 
acid group with 4-chloroaniline to form MODA monomer 5-3.  The other MODA 
monomers were then built off of different starting points.  The aldehyde monomer, 
MODA monomer 5-4 was built rather simply from 3,4-dihydroxyaldehyde starting 
material in two steps by triflation of the alcohols with triflic anhydride followed by 
Sonagashira coupling of phenylacetylene.  Finally the last two MODA monomers were 
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synthesized from 3,4-dihydroxybenzonitrile by first hydrating the nitrile group to form 
3,4-dihydroxybenzamide,223 which was then triflated with triflic anhydride and 
Sonagashira coupled with phenylacetylene to form MODA monomer 5-5.  This monomer 
was then converted to the aniline monomer, MODA monomer 5-6, using the Hofmann 
rearrangement.224   
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Scheme 5-2.  Syntheses of MODA monomers, 5-2—5-7.    
There were several attempts to form a phenolic monomer, MODA monomer 5-7, 
by starting with 3,4-dibromoanisole to yield the MODA anisole after Sonagashira 
coupling with phenylacetylene, and then deprotecting the alcohol which were all 
ultimately unsuccessful.  
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While the MODA approach can add several more steps to the synthesis of a 
monomer, it also allows for much greater variety in the number and type of monomers 
available for synthesis.  This will be demonstrated with several different examples.  The 
inclusion in the list above of a monomer, 5-3, which includes both an amide linkage and 
an aromatic chloride seems to be an odd choice for this list of functional aromatic 
monomers, which are for the most part formed of simple functional groups attached to 
the aromatic ring.  The reason for the choice of its inclusion stems from the applicability 
of the functional monomers.   
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Scheme 5-3.  Application of MODA monomers as endcappers for functional oligomers 
to form MODA macromonomers and subsequent polymerization to form network 
polymer with oligomer functionality. 
 
Originally these MODA monomers were chosen to act as endcappers for 
functional oligomers, or telomers.  By attaching the functional MODA monomer to each 
end of a linear telomer, the oligomer is converted into what is functionally described as a 
BODA macromonomer, Scheme 5-3.  This monomer is structured like the classic model 
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of a BODA monomer, where the X linkage between the two arenediynes, has been 
replaced by an oligomeric spacer group.  This approach allows for several innovations, 
including the inclusion of new functionality in this spacer group, and decreasing the 
crosslink density, and thereby improving the mechanical properties, of the BODA 
polymer in an entirely different way than demonstrated above.   
The oligomeric system desired for this application is the poly(aromatic ether 
sulfone), or PAES, that has been developed by James McGrath for the purpose of 
producing a non-fluorinated membrane polymer proton exchange membrane fuel cells, or 
PEM-FCs.225  The PEM-FC versions of the polymers utilize a sulfonated 4,4’-
dichlorodiphenyl sulfone in place of the 4,4’dichlorodiphenylsulfone of the base polymer 
to impart the acidic functionality necessary for the role of the final polymer in the fuel 
cell.  This polymer is then referred to as a sulfonated poly(aromatic ether sulfone), or 
SPAES.  For our purposes however we simplified by using the PAES and manipulating 
the monomer feed ratio to yield oligo(arylene ether sulfones) with phenolic endgroups, 
Scheme 5-4a.  The MODA acid was then used in a Fischer esterification reaction with 
these phenolic endgroups to produce the new BODA macromonomer, 5-8.  Unfortunately 
due to the inherent reversibility of the Fischer esterification reaction this approach never 
gave high enough yields to bother isolating from the complicated reaction mixture.  
While it is possible to use various experimental techniques to lessen this reverse reaction, 
it points to a larger problem.  The structure given for monomer 5-8 is an impractical 
solution for the application.  If the polymer is to be used in an acidic environment, such 
as that provided by an SPAES oligomer, instead of the PAES oligomer, the ester linkage 
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between the MODA endcaps and the oligomer would be cleaved, undoing the previous 
work. 
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Scheme 5-4a.  Synthesis of functional oligomer and ester endcapping with MODA 
monomer 5-2 to form functional BODA macromonomer 5-8, and subsequent network 
formation. 
 
The other available route then is to use the PAES with phenolic endgroups to 
react not with a carboxylic acid, but with another chloride to form the more acid stable 
ether functional group as in the rest of the polymer backbone, Scheme 5-4b.  This then 
provided the impetus to develop the chloro-functional MODA monomer.   
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Scheme 5-4b.  Synthesis of functional oligomer and amide endcapping with MODA 
monomer 5-2 to form functional BODA macromonomer 5-9, and subsequent network 
formation. 
 
The obvious first choice for this MODA monomer would be the 3,4-
bis(phenylethynyl)-chlorobenzene.  The synthesis of this monomer, while possible given 
the relative reactivities of aryl chlorides versus aryl bromides or iodides in the 
Sonagashira coupling of the phenyl acetylenes, requires starting materials that are neither 
commercially available nor synthetically trivial.  The conversion of the acid functional 
monomer, 5-2, to the chloride functional monomer 5-3, was much more feasible.  The 
incorporation of an amide functional group is much more desirable for the acidic 
environment than the ester functionality.   
 140
This approach of using the chloride functional MODA, 5-3, has one more distinct 
advantage over the endcapping with the acidic functional monomer approach.  Because 
monomer 5-3 has the same functionality and reactivity as the 4,4’-dichlorodiphenyl 
sulfone monomers, the MODA endcapper can be incorporated into the oligomer during 
the polymerization step by inclusion of the MODA monomer in the reaction mixture with 
the 4,4’-dichlorodiphenyl sulfone  and bisphenol-A.  The monomer feed ratio of this 
system must be adjusted to ensure that the phenolic and aryl chloride functional groups 
are matched.  This is done by using x equivalents of 4,4-dichlorodiphenyl sulfone , x+1 
equivalents of bisphenol-A (or bis-A), and 2 equivalents of MODA monomer 5-3.  The 
resulting BODA macromonomer 5-9, will have an average oligomeric spacer group, X = 
[-(bis-A)-(4,4’-dichlorodiphenyl sulfone)x-(bis-A)x-], between two MODA endcappers = 
-Ph-NH-Ph(CC-Ph)2. 
This reaction however, also had its drawbacks.  The PAES synthesis includes 
refluxing in DMAc for long periods of time, over 5 days.  The MODA arenediyne 
functionalities did not prove to be stable enough in this environment for synthetic value.  
The solution for this problem was to combine the previous two synthetic approaches into 
one functional approach.  The amide linkage is superior to the ester linkage in the final 
product, but the amide-containing MODA monomer is not thermally stable during the 
polymerization process.  Therefore, the polymerization needs to be performed with the 
three monomers including x equivalents of 4,4-dichlorodiphenyl sulfone , x+1 
equivalents of bis-A, and 2 equivalents of the 4-chloroaniline to yield the amine 
endcapped oligomer.  Then the amidation reaction can be performed between the 
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carboxylic acid functional MODA and the amine terminated oligomers to yield BODA 
macromonomer 5-9.   
This reaction was followed using gel permeation chromatography.  Each of the 
three monomers as well as the polymer were observable in the chromatograms, so the 
disappearance of the monomers could be observed as the reaction progressed.   
The product of this polymerization is, as mentioned above in essence, a BODA 
monomer, because of the presence of two of the arenediyne functional groups linked 
together by the oligomeric species.  Therefore, these macromonomers can be further 
polymerized to yield a BODA derived network polymer with the added functionality of 
the oligomeric spacer group.  A film of this network polymer would be similar in 
function to a high molecular weight film of the oligomeric spacer group, with a few key 
differences.  First, the molecular weight of the oligomer does not need to be high.  The 
oligomeric content of the final network polymer depends on the feed ratio of the 
monomers during the oligomerization step.  In the current experiments, a 2:2:3 ratio of 4-
chloroaniline to 4,4’dichlorodiphenylsulfone to bisphenol-A, yields an polymer with an 
average degree of polymerization of 7 monomer units, two of which are residues from the 
4,4’-dichlorodiphenylsulfone.  In an SPAES version, these would be the monomers that 
contained the acid functionality, an average of 2 per monomer residue or 4 per 7-residue 
oligomer.  After the network formation from the BODA macromonomers, the polymer 
weight would be essentially infinite.  It has been reported by McGrath et al. that the aging 
of polymers in proton exchange membranes occurs from the endgroups inwards.226  A 
network polymer, however, contains no endgroups and therefore should have a 
considerable advantage in PEM-FCs.   
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MODA for BODA synthesis 
 The formation of the BODA macromonomers in the above section introduces the 
concept of creating new BODA monomers from MODA monomers.  This model has 
been used in an example using MODA monomer 5-4.  The aldehyde functionality of this 
monomer was used in a Wittig synthesis with the bis-phosphine oxide227 shown in 
Scheme 5-5.  The resulting monomer is a fluorescent BODA monomer that is not 
available for synthesis from a commercial bisphenols as BODA monomers are 
traditionally synthesized.   
 
Scheme 5-5.  Fluorescent BODA monomer 5-10, synthesized from MODA monomer, 5-
4.   
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Scheme 5-6.  MODA monomer 5-4 in Prato reaction to form 5-membered ring with C60. 
 The same aldehyde monomer, 5-4, was also used in a Prato reaction228 with C60 to 
form a 5-membered ring on the surface of the C60, as described in a previous chapter.   
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CHAPTER 6 
CONCLUSIONS 
 
The scope of BODA chemistry has been expanded in recent years in several 
different interesting directions.  BODA chemistry was initially developed as a low-cost 
polymer that could be efficiently converted to a carbon material.  With this work, and the 
work of those students that have come before me and have helped me through 
collaborations, BODA chemistry now has applications far outside this original 
conception.   
The realm of processability and application for BODA-derived carbon has grown 
considerably due to it’s good space-filling properties, high carbon yield, and versatile 
processing possibilities.  The usefulness of BODA-derived carbon has been demonstrated 
by its use in templating micro-scale and even down to nano-scale features.  BODA-
derived inverse carbon opals behave like photonic crystals, by excluding electromagnetic 
radiation of a narrow wavelength from propagation.  These photonic crystals have been 
demonstrated as successful detector elements in a number of ways.  The fact that the 
carbon is electrically conductive could make these type photonic crystals very useful as 
chemical detector elements in electronic devices.  Disordered carbon foams have 
applications as electrodes in hydrogen fuel cells.  The porosity allows for good mass 
transport of the reactant and product gasses to and from the reactive sites near the PEM 
membranes.  Demonstrated carbon fluorination techniques, including the new one using a 
 
 146
trifluorovinylether containing diazonium salt should help with the compatibility of the 
membrane and electrode materials in the MEA.   
The surprising discovery that BODA generated naphthalenyl radicals are capable 
of reacting directly with fullerenes has opened up an entirely new realm of possibilities 
for the BODA project.  The reaction has been demonstrated with C60, and the 
multilayered carbon nano-onions.  This is the first reaction to directly bond absorbing 
aromatic polymers to a fullerene surface.  The simplicity of the reaction for the 
functionalization of fullerenes is also very attractive.  The characterization of these 
copolymer structures has begun, but the exploration of the application of such materials 
has the potential of continuing for a long time yet.  The BODA-co-C60 polymers have 
been detected in MALDI-TOF MS, Raman spectroscopy, and TEM.  Thin films of these 
polymers have shown promising semiconductor capabilities.  The BODA-co-CNOs have 
been observed under TEM, Raman Spectroscopy and in the TGA.  This is one of the first 
reactions with CNOs materials ever, and one of the only reaction to successfully 
solubilize these interesting new materials.   
The extension of BODA chemistry with the mono-ortho-diynyl arene (MODA) 
monomers also greatly enhances the possibilities that are open for BODA polymers.  
Thin films of BODA polymers are made more robust by incorporation of MODA 
monomers to increase the chain length between crosslinks, thereby decreasing their 
brittleness.  BODA macromonomers are synthesized by the endcapping of functional 
oligomeric species with appropriate MODA monomers.  This both increases the 
molecular weight of the polymers between crosslinks and allows for incorporation of the 
added functionality of the oligomeric species into the X spacer group of the new 
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macromonomer.  New BODA monomers may similarly be synthesized from the MODA 
strategy that were not available when relying on bisphenols as the sole feed stock.  This 
was demonstrated using the Wittig-Horner reaction to create a fluorescent BODA 
monomer, and by using the Prato mechanism to create a new MODA monomer with a 
pendant fullerene C60 moiety. 
 
Recommendations for Future Research 
Future research in the BODA project has many opportunities.   
 
1) Extension of exploration into the reaction of BODA polymers with fullerenes 
and their related materials. 
2) Synthesis of new BODA monomers to take advantage of the multiple benefits 
now made possible with the application of MODA strategies. 
3) Exploration of other radical initiated reactions that can be initiated or 
propagated with BODA monomers. 
4) Examination of the seeming contradiction between the long-life and the 
apparent reactivity of the BODA produced radical species. 
 
Work has already begun in exploring the functionalizations of the other great 
class of fullerene derivatives, the carbon nanotubes (CNTs).  This class of 
molecules comes with their own challenges, but there is hope that the same 
reactions that functionalized C60 and CNOs should react with CNTs.  The 
functionalization reactions are of course only the initial steps in showing the 
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worth of the resulting materials.  The exploration of these applications will be a 
very interesting path to follow.   
 It has been demonstrated that several functional MODA monomers have 
been synthesized already, including the carboxylic acid, aldehyde, amide, amine, 
and N-aryl amide.  I have demonstrated just a few of the reactions that can be 
done with these new functional handles.  There are many more routes that one 
could take in this area alone.  This number is increased by the number of other 
functional MODA monomers that could be synthesized.  I have mentioned the 
elusive phenolic monomer already, but an azo-functional monomer, an isocyanate 
functional monomer, a siloxane-functional monomer, or a vinyl functional 
monomer would all open up new reactive pathways that could be pursued toward 
the synthesis of new BODA monomers.   
 These new monomers, or even one the existing cadre of monomers, can all 
be enhanced by the application of MODA-BODA copolymers.  The post-
functionalization of a thin film of a BODA polymer provided the initial 
motivation for this research, but the poor mechanical properties of BODA 
monomers when cast as thin films has stood in the way of several different BODA 
applications in the past.  The fluorescent and photo-luminescent polymers that Dr 
Perera worked on in the past, could almost certainly by enhanced in their thin film 
form by this strategy.   
 The reaction of BODA produced radicals with the carbon nano-onions was 
in hindsight, a reasonable expectation.  This is because, it has been known for 
sometime that phenyl radicals had the capability of reacting with carbon surfaces.  
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This is the reaction introduced in Chapter 3 during the discussion of diazonium 
salts for carbon functionalization.  The unique reactivity these aromatic radicals 
remains mysterious.  Another reaction that goes through a similar phenyl radical 
is the thermal dissociation of benzoyl peroxide.  This peroxide initially splits 
homolytically to form two molecules of benzoic radical.  This species, however, 
radically decarboxylates to form a phenyl radical.  One of the main applications of 
these radicals are as initiators for radical polymerizations.  The trapping of BODA 
radicals, has historically been unsuccessful, but if a radical reaction can be 
initiated from the BODA radicals, much could be learned about the nature of the 
species that is formed upon BODA monomer cyclization, and an interesting new 
star-polymer core would be discovered.   
 Finally, there is an apparent contradiction as to the nature of the BODA 
produced radical species.  The kinetic analysis of BODA monomers indicates that 
the polymers essentially grow in a step growth mechanism, that two radical 
species are combined to form the polymer bond.  This mechanism would produce 
a polymer with a poly(naphthalenyl) backbone.  Yet, studies have shown that 
independently grown polynaphthalenes have strikingly different physical 
characteristics.  The radical species can be observed by EPR to be remarkably 
long-lived, even in an oxygen containing environment.  Yet, the radicals have also 
been shown to be reactive enough to functionalize and solubilize the enormous 
and unreactive CNOs species.  Further exploration into the true nature of the 
radical species would go along way towards explaining these observations. 
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APPENDIX A 
SELECTED SPECTRA 
 
13C NMR of 5-2 
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13C NMR of 5-3 
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13C NMR of 5-4 
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13C NMR of 5-5 
 
 
 155
13C NMR of 5-9 
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13C NMR of 5-10 
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MALDI-TOF MS of BODA-co-C60 trimer 
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MALDI-TOF MS of MODA 5-4 + -C60 adduct 
 
 
 
 
 159
REFERENCES 
 
 
1.  Percec. V; Hill, D. H. In Step-Growth Polymers for High Performance Materials: 
New Synthetic Methods; ACS Symp. Ser. No 624; Am. Chem. Soc.: Washington, 
DC, 1996; pp 2-56.   
2.  Tour, J.M. Adv. Mater. 1994, 6, 190.   
3.  Gin, D. L.; Conticello, V. P. Trends Poly. Sci. 1996, 4, 217. 
4.  Gomez, R.; Segura, J. L.; Martin, N. J. Org. Chem. 2000, 65, 7501.   
5.  Setayesh, S.; Grimsdale, A. C.; Weil, T.; Enkelmann, V.; Müllen, K.; Meghdadi, 
F.; List, E. J. W.; Leising, G. J. Am. Chem. Soc. 2001, 123, 946. 
6.  Kumar, U.; Neenan, T. X. Macromolecules 1995, 28, 124. 
7.  Sheikh-Ali, B. M.; Wnek, G. E. in Chemistry of Advanced Materials: An 
Overview; Interrante, L. V.; Hampden-Smith, M. J; Ed.; Wiley-VCH:  New York 
NY, 1998; pp 73-98.   
8.  Skotheim, T. A.; Elsenbaumer, R. L.; Reynolds, J. R. Handbook of Conducting 
Polymers; Dekker: New York, NY, 1997. 
9.  Odian, G. Principles of Polymerization, 3rd Ed.; John Wiley & Sons: New York, 
NY, 1991. 
10.  Krivoshei, I. V.; Skorobogatov, V. M. Polyacetylene and Polyarylenes: Synthesis 
and Conductive Properties; Polymer Monographs Vol. 10; Gordon and Breach 
Science Publishers: Philadelphia, PA, 1991; 78-134. 
11.  Grimsdale, A. C. In Organic Light Emitting Devices; Müllen, K.; Scherf, U.; Ed.; 
Wiley-VCH: Weinheim, Germany, 2006; 228-234.  
12.  LeClerc, M.; Martinez Diaz, F.; Wegner, G. Makromol. Chem. 1989, 190, 3105-
3116. 
13.  Grell, M.; Knoll, W.; Lupo, D.; Meisel, A.; Miteva, T.; Neher, D.; Nothofer, H.-
G.; Sherf, U.; Yasuda, A. Adv. Mater. 1999, 11, 671-675. 
14.  Schlüter, A. D. J. Polym Sci. A: Polym. Chem. 2001, 39, 1533-1556. 
15.  McCullough, R. D.; Lowe, R. D. J. Chem. Soc., Chem. Commun. 1992, 70-72. 
16.  Chen, T.-A.; Rieke, R.D. J. Am. Chem. Soc. 1992, 114, 10087-10088. 
 
 160
 
17.  Ballard, D. G. H.; Courtis, A.; Shirley, I. M.; Taylor, S. C. J. Chem. Soc., Chem. 
Commun. 1983, 954-955. 
18.  Janietz, S.; Wedel, A.; Friedrich, R.; Anlauf, S. Polymer Prepr (Am. Chem. Soc., 
Div. Polym. Chem.) 1999, 40(2), 1219-1220. 
19.  Mittal, K. L. Polyimides: Synthesis, Characterization, and Applications; Plenum: 
New York, NY, 1984; Vol. 1-2. 
20.  Marvel, C. S. J. Macromol. Sci. Rev. Macromol. Chem., 1975, C13, 219. 
21.  Wolfe, J. F.; Loo, B. H.; Arnold, F. E. Macromolecules, 1981, 14, 915. 
22.  Genies, E. M.; Bidan, G.; Diaz, A. F. J. Electroanal. Chem. 1983, 149, 101.  
23.  Jones, R. R.; Bergman, R. G. J. Am. Chem. Soc. 1972, 94, 660. 
24.  Bergman, R. G. Acc. Chem. Res. 1973, 6, 25-31. 
25.  Nicolaou, K. C.; Dai, W.-M. Angew. Chem., Int. Ed. Engl. 1991, 30, 1387. 
26.  Lhermitte, H.; Grierson, D. S. Contemp. Org. Chem. 1996, 3, 93-124. 
27.  Whitlock, Jr., H. W.; Sandvic, P. E. J. Am. Chem. Soc. 1966, 88, 4525-4526. 
28.  Whitlock, Jr., H. W.; Sandvic, P. E.; Overman, L. E.; Reichardt, P. B. J. Org. 
Chem. 1969, 34, 879-886. 
29.  Whitlock, B. J.; Whitlock, Jr., H. W. J. Org. Chem. 1972, 37, 3559-3561. 
30.  Stahl, F.; Moran, D.; Schleyer, PvR; Mrall, M; Schreiner, PR J. Org. Chem. 2002, 
67, 1453-1461. 
31.  Dierks, R.; Vollhardt, K. P. C. Angew. Chem., Int. Ed. Engl. 1986, 25, 226. 
32.  Baldwin, J. E.; Thomas, R. C.; Kruse, L. I.; Silberman, L. J. Org. Chem. 1977, 42, 
3846-3852. 
33.  Bowles, D. M.; Palmer, G. J.; Landis, C. A.; Scott, J. L. ; Anthony, J. E. 
Tetrahedron 2001, 57, 3760-3753. 
34.  Konig, B. Eur. J. Chem. 2000, 381-385. 
35.  Basak, A. Shain, J. Tetrahedron Lett. 1998, 39, 1623-1624. 
 161
 
36.  Jones, K. M.; Keller, T. M. Polymer 1995, 36, 187-189. 
37.  Sastri, S. B.; Keller, T. M.; Jones, K. M.; Armistead, J. P. Macromolecules 1993, 
26, 6171. 
38.  Grubbs, R. H.; Kratz, D. Chem. Ber. 1993, 26, 149. 
39.  Zhou, Q.; Swager T. M. Polymer Preprints (Am. Chem. Soc., Div. Polym. 
Chem.) 1993, 34(1), 193-194. 
40.  Zhou, Q.; Carrol, P. J.; Swager, T. M. J. Org. Chem. 1994, 59, 1294-1301. 
41.  John, J. A.; Tour, J. M. J. Am. Chem. Soc. 1994, 116, 5011-5012. 
42.  John, J. A.; Tour, J. M Tetrahedron 1997, 53, 15515-15534. 
43.  Chen, X.; Tolbert, L. M.; Hess, D. W.; Henderson C. Macromolecules 2001, 34, 
4101-4108. 
44.  J. P. Johnson, D. A. Bringley, E. E. Wilson, K. D. Lewis, L. W. Beck, A. J. 
Matzger, J. Am. Chem. Soc. 2003, 125, 14708. 
45.  D. W. Smith, Jr., D. A. Babb, R. V. Snelgrove, P. H. Townsend, III, S. J. Martin, 
J. Am. Chem. Soc. 1998, 120, 9078. 
46.  Perpall, MW; Zengin, H; Perera, KPU; Zhou, W; Shah, H; Wu, X; Creager, S. E.; 
Smith, Jr., D. W.; Foulger, S. H.; Ballato, J. Proc. of SPIE 2003; 4979: 307-316. 
47.  Perera, K. P. U.; Abboud, K. A.; Smith, Jr., D. W.; Krawiec, M. Acta Cryst. 2003, 
C59, o107.  
48.  Vanderveer, D.; Perera, K. P. U.; Smith, Jr., D. W.; Abboud, K. A. J. Chem. 
Cryst., 2006, 36, 399-406. 
49.  J. W. Grissom, T. L. Calkins, H. A. McMillen, Y. Jiang, J. Org. Chem. 1994, 59, 
5833. 
50.  Smith, Jr, DW; Shah, HV; Perera, KPU; Perpall, MW; Babb, DA; Martin, SJ  Adv. 
Funct. Mater. 2006, in press. 
51.  Colthub, N. B.; Daly, L. H.; Wiberley, S. E. Introduction to Infrared and Raman 
Spectroscopy, 3rd Ed., Academic Press, Inc.: Boston, MA, 1990; pp 270. 
52.  The Aldrich Library of FT-IR Spectra, Edition I; Pouchert, C. J., Ed.; Aldrich 
Chemical Company: Milwaukee, WI, 1985. 
 162
 
53.  Salaneck, W. R.; Lundström, I.; Rånby, B. Conjugated Polymers and Related 
Materials-The Interconnection of Chemical and Electronic Structure; Oxford 
University Press: New York, NY, 1993. 
54.  Kersting, R.; Lemmer, U.; Mahrt, R. F.; Leo, K.; Kurz, H.; Bässler, H.; Göbel, 
E.O. Phys. Rev. Lett. 1993, 70, 3820. 
55.  Sato, M. A.; Kaeriyama, K.; Someno, K. Makromol. Chem. 1983, 184, 2241. 
56.  Cassidy, P. E. Thermally Stable Polymers:  Synthesis and Properties; Marcel 
Dekker, Inc.: New York, NY, 1980. 
57.  Mariam, Y.; Feng, K. in Physical Properties of Polymers Handbook; Mark, J. E.; 
Ed.; AIP Press:  New York, NY, 1996, Ch 47. 
58.  Jenkins, G. M.; Kawamura, K. Polymeric Carbons – Carbon Fiber, Glass and 
Char; University Press: Cambridge, England, 1976. 
59.  Glaser, S. Clemson University, unpublished results.  
60.  Mifsud, N.; Mellon, V.; Perera, K. P. U.; Smith, Jr., D. W.; Echegoyen, L. J. Org. 
Chem., 2004, 69, 6124.   
61.  Kovalenko, S.V; Peabody, S.; Monoharan, M.; Clark, R.J., Alabugin, I.V. Org. 
Lett., 2004, 6, 2457-2460 
62.  Sato, S.; Kawabata, J. Tetrahedron, 2005, 61, 8101-8. 
63.  Jenkins, G.M.; Kawamura, K. “Polymeric Carbons—Carbon Fibre, Glass and 
Char” 1976, Cambridge University Press, New York: 14. 
64.  Kroto, H. W.; Heath, J. R.; O’Brien, S. C.; Curl, R. F. Smalley, R. E. Nature 1985, 
318, 162.   
65.  Mrozowski, S. Proceedings of the First and Second Conference Carbon, Buffalo, 
1956, Waverly, Baltimore, 31. 
66.  Warren, B. E. Phys. Rev. 1941, 9, 693. 
67.  Ouchi, K. Carbon 1966, 4, 59.; Watt, W. Carbon 1972, 10, 121. 
68.  Mackay, H. A. Sandia Labs. Report. SC-RR-68-651, 1969. 
69.  Kipling, J. J.; Shewood, J. N.; Shooter, P. V. Carbon, 1964, 1, 315. 
 163
 
70.  Everett, D. H.; Redman, E. Proc. Chem. Soc. 1963, 91. 
71.  Tang, M. M.; Bacon, R. Carbon, 1964, 2, 211. 
72.  Klett, J.; Tee, C. C.; Stinton, D.; Yu, N. A. Proceedings of the 1st World 
Conference on Carbon, July 9-15, 2000, Berlin, Germany, 244.    
73.  Perpall, M. W,; Zengin, H.; Perera, K. P. U.; Zhou, W.; Shah, H.; Wu, X.; 
Creager, S. E.; Smith, Jr., D. W.; Foulger, S. H.; Ballato, J. Proc. of SPIE 2003; 
4979: 307-316. 
74.  Smith, Jr, D. W.; Shah, H. V.; Perera, K. P. U.; Perpall, M. W.; Babb, D. A.; 
Martin, S. J.  Adv. Funct. Mater. 2007, in press. (DOI: 10.1002/adfm.200600450) 
75.  Anton, U.; Mullen, K. Macromolecules 1993, 26, 1248. 
76.  Kreyenschmidt, M.; Uckert, F.; Mullen, K. Macromolecules 1995, 28, 4577. 
77.  Grob, M. K.; Feiring, A. E.; Auman, B. C.; Percec, V.; Zhao, M.; Hill, D. H. 
Macromolecules 1996, 29, 2784. 
78.  Smith, Jr., D. W.; Babb, D. A.; Snelgrove, R. V.; Townsend, III, P. H.; Martin, S. 
J. J. Am. Chem. Soc. 1998, 120, 9078. 
79.  Shah, H.V.; Brittain, S.T.; Huang, Q.; Hwu, S.-J.; Whitesides, G.M.; Smith, D.W., 
Jr. Chem. Mater. 1999, 11, 2623-2625. 
80.  Perpall, M. W.; Perera, K. P. U.; DiMaio, J.; Ballato, J.; Foulger, S. H.; Smith, Jr., 
D. W.  Langmuir 2003, 19(18), 7153-7156. 
81.  Iacono, S. T.; Perpall, M. W.; Wapner, P.G.; Hoffman, W. P.; Smith, Jr., D. W. 
Carbon, 2007, 45, 931-935. 
82.  Wu, X. M.S. thesis, Clemson University, Clemson, SC, 2002. 
83.  Zengin, H. Ph.D. thesis, Clemson University, Clemson, SC, 2002. 
84.  Zengin, H.; Smith, Jr., D. W. Polym. Prepr. (Poly. Div., Am. Chem. Soc.) 2001, 
42(2), 427. 
85.  Perera, K.P.U.; Smith, Jr., D. W. Polym. Mater.: Sci. & Eng. (PMSE. Div., Am. 
Chem. Soc.) 2001, 85, 365. 
86.  Perera, K.P.U. Ph.D. thesis, Clemson University, Clemson, SC, 2003. 
 164
 
87.  Joannopoulos, J. D.; Meade, R. D.; Winn, J. N. Photonic Crystals; Princeton 
University Press; Princeton, NJ, 1995; pp. 4-5. 
88.  Foulger, S. H.; Jiang, P.; Lattam, A. C.; Smith, Jr., D. W.; Ballato, J. Langmuir 
2001, 17, 6023-6026. 
89.  Blanco, A.; Chomski, E.; Grabtchak, S.; Ibisate, M.; John, S.; Leonard, S. W.; 
Lopez, C.; Meseguer, F.; Miquez, H.; Mondia, J. P.; Ozin, G. A.; Toader, O.; Van 
Driel, H. M.  Nature 2000, 405, 437-439. 
90.  Yablonovitch, E. Phys. Rev. Lett. 1987, 58, 2059.   
91.  John, S. Phys. Rev. Lett. 1987, 58, 2486. 
92.  Doosje, M.; Hoenders, B. J.; Knoester, J.  J. Opt. Soc. Am. B. 2000, 17(4) 600-606. 
93.  Park, S. H.; Gates, B.; Xia, Y. Adv. Mater. 1999, 11, 462-466. 
94.  Zakhidov A. A.; Baughman R. H.; Iqbal, Z.; Cui, C.; Khyrullin, I; Dantas, S.O.; 
Marti, J.; Ralchenko, V. G. Science 1998, 282, 897-901. 
95.  Subramanian, G.; Manoharan, V. N.; Thorne, J. D.,  Pine, D. J.  Adv. Mater.  1999, 
11, 1261-1265. 
96.  Xia, Y.; Rogers, J. A.; Paul, K. E.; Whitesides, G. M. Chem. Rev. 1999, 99, 1823-
1848. 
97.  Weissman, J. M.; Sunkara, H. B.; Tse, A. S.; Asher, S. A. Science 1996, 274, 959. 
98.  Ballato, J.; James, A., J. Am. Ceram. Soc. 1999, 82, 2273-2275. 
99.  Ballato, J., J. Opt.  Soc. Amer. B 2000, 17, 219-225. 
100.  Park, S. H.; Xia, Y. Langmuir 1999, 15, 266-273. 
101.  McCartney, J. T.; Ergun, S. Proc. Conf. Carbon, 3rd, Buffalo, New York, 1957 
(1959), 2, 223-231. 
102   Busch, K.; John, S. Phys. Rev. Lett. 1999, 83, 967-970. 
103.  Blanford, C. F.; Schroden, R. C.; Al-Daous, M.; Stein, A. Adv. Mater. 2001, 13, 
26-29. 
104.  Blanford, C. F.; Yan, H.; Schroden, R. C.; Al-Daous, M.; Stein, A. Adv. Mater. 
2001, 13, 401-407. 
 165
 
105.  Kang, D.; Maclennan, J. E.; Clark, N. A.; Zakhidov, A. A.; Baughman, R. H. 
Phys. Rev. Lett. 2001, 86, 4052-4055. 
106.  Schroden, R. C. Al-Daous, M.; Stein, A. Chem. Mater. 2001, 13, 2945-2950. 
107.  Gu, Z.-Z.; Kubo, S.; Qian, W.; Einaga, Y.; Tryk, D. A.; Fujishima, A.; Sato, O. 
Langmuir 2001, 17, 6751-6753. 
108.  Ozaki, M.; Shimoda, Y.; Kasano, M; Yoshino, K. Adv. Mater. 2002, 14, 514-518. 
109.  Dabrowski, R.; Zytynksi. E. Mol. Cryst. Liq. Cryst. 1982, 87, 109. 
110.  Voet, D.; Voet, J. G. Biochemistry; 2nd Ed.; John Wiley & Sons: New York, NY, 
1995; pp 216-223. 
111.  Handbook of Fuel Cells: Fundamentals, Technology, and Application; Veilstich , 
W.; Lamm, A.; Gasteiger, H. A., Eds.; Wiley: Hoboken, NJ, 2003; Vol. 3. 
112.  Perpall, MW; Smith, Jr., DW; DesMarteau, DD; Creager, SE J. Macromol. Sci. 
C: Polym. Rev. 2006, 46, 297-313. 
113.  Kruk, M.; Dufour, B.; Celer, E. B.; Kowalewski, T.; Jaroniec, M.; Matyjaszewski, 
K. J. Phys. Chem. B 2005, 109, 9216. 
114.  Jurewicz, K.; Vix-Guterl, C.; Frackowiak, E.; Saadallah, S.; Reda, M.; Parmentier, 
J.; Patarin, J.; Beguin, F. J. Phys. Chem. Solids 2004, 65, 287. 
115.  Chai, G. S.; Yoon, S. B.; Yu, J.-S.; Choi, J.-H.; Sung, Y.-E. J. Phys. Chem. B 
2004, 108, 7074. 
116.  Barata-Rodrigues, P. M.; Mays, T. J.; Seaton, N. A.; Moggridge, G. D. Stud. Surf. 
Sci. Catal. 2002, 144, 139.  
117.  Kovarik, M. L.; Torrence, N. J.; Spence, D. M.; Martin, R. S. Analyst 2004, 129,  
400.  
118.  Liu, J.; Wang, H. J. Non-Cryst. Solids 2005, 351, 936. 
119.  Friedrich, J. M.; Ponce-de-Leon, C.; Reade, G. W.; Walsh, F.C. J. Electroanal. 
Chem. 2004, 51, 203. 
120.  Creager, S. E.; Liu, B.; Mei, H.; Perpall, M. W.; Smith, D. W.; DesMarteau, D. D. 
In NER:New fuel cell electrodes from carbon aerogels with internally grafted 
fluoropolymer electrolytes, National Science Foundation Design, Service and 
 166
 
Manufacture and Industrial Innovation Grantees and Research Conference, 
Scottsdale, AZ, 2005; Scottsdale, AZ, 2005. 
121.  Delamar, M.; Hitmi, R.; Pinson, J.; Saveant, J. M. J. Am. Chem. Soc. 1992, 114, 
5883. 
122.  Zollinger, H. Diazo Chemistry. I, Aromatic and Heteroaromatic Compounds; 
VCH: Weinheim, Germany, 1994, Ch. 12. 
123.  Zollinger, H. Diazo Chemistry. I, Aromatic and Heteroaromatic Compounds; 
VCH: Weinheim, Germany, 1994: pp. 170-172.  
124.  Belmont, J. A., US patent 5,554,739, 1996. 
125.  Smith, Jr., D. W.; Babb, D. A.; Shah, H. V.; Hoeglund, A.; Traiphol, R.; Perahia, 
D.; Boone, H. W.; Langhoff, C.; Radler, M. J. Fluor. Chem. 2000, 104, 109-117. 
126.  Smith Jr., D.W.; Chen, S.; Kumar, S. M.; Ballato, J.; Topping, C.; Shah, H.V.; 
Foulger S. H. Adv. Mater. 2002, 14, 1585-1589. 
127.  Spraul, B.; Suresh, S.; Jin, J.; Smith, Jr., D.W. J. Am. Chem. Soc. 2006, 128, 
7055-7064. 
128.  DesMarteau, D. D.; Martin, C. W.; Ford, L. A.; Xie, Y. U.S Pat. 6,268,532, 2001. 
129.  Qing, F.-L. et al. J. Fluor. Chem.  2003, 120, 21-24.  
130.  Sawaguchi, M.; Fukuhara, T.; Yoneda, N. J. Fluor. Chem. 1999, 97, 127-133. 
131.  Babb, D. A.; Ezzell, B. R.; Clement, K. S.; Richey, W. F.; Kennedy, A. P. J. 
Polym. Sci.: Part A: Polym. Chem. 1993, 31, 3465.  
132.  Henne, A. L.; Arnold, R. C. J. Am. Chem. Soc. 1948, 70, 758. 
133.  Hernandez, B. A.; Chang, K.-S.; Fisher, E. R.; Dorhout, P. K. Chem. Mater. 2002, 
14, 480. 
134.  Kroto, H. W.; Heath, J. R.; O’Brien, S. C.; Curl, R. F.; Smalley, R. E. Nature 
1985, 318, 162. 
135.  Krätschmer, W.; Lamb, L. D.; Fostiropoulos, K.; Huffman, D. R. Chem. Phys. 
Lett. 1990, 170, 167. 
136.  Haufler, R. E.; Conceicao, J.; Chibante, L. P. F. ; Chai, Y. ; Byrne, N. E. ; 
Flanagan, S. ; Haley, M. M. ; O’Brien, S. C.; Pan, C.; Xiao, Z.; Billups, W. E.; 
 167
 
Ciufolini, M. A.; Hauge, R. H.; Margrave, I.L.; Wilson, L. J.; Curl, R.F.; Smalley, 
R. E. J. Phys. Chem. 1990, 94, 8634. 
137.  Peters, G.; Jansen, M. Angew. Chem. Int. Ed. Engl. 1992, 31, 223. 
138.  Howard, J. B.; McKinnon, J. T.; Makarovsky, Y.; Lafleur, A. L.; Johnson, M. E. 
Nature, 1991, 352, 139. 
139.  Taylor, R.; Langley, G. J.; Kroto, H. W.; Walton, D. R. M. Nature, 1993, 366, 
728. 
140.  Rubin, Y.; Parker, T. C.; Pastor, S. J.; Jalisatgi, S.; Boulle, C.; Wilkins, C. L. 
Angew. Chem. Int. Ed. Engl. 1998, 37, 1226. 
141.  Boorum, M. M.; Vasil’ev, Y. V.; Drewello, T.; Scott, L. T. Science 2001, 294, 
828. 
142.  Tobe, Y.; Nakanishi, H.; Sonoda, M.; Wakabayashi, T.; Achiba, Y. Chem. 
Commun. 1999, 1625. 
143.  Shinohara, H. Fullerene: Chem. Phys. Technol. 2000, 357. 
144.  Yannoni, C. S.; Bernier, P. P.; Bethune, D. S.; Meijer, G.; Salem, J. R. J. Am. 
Chem. Soc. 1991, 113, 3190.   
145.  Fagan, P. J.; Krusic, P. J.; Evans, D. H.; Lerke, S. A.; Johnston, E. J. Am. Chem. 
Soc. 1992, 114, 9697.  
146.  Hirsch, A.; Brettreich, M. Fullerenes: Chemistry and Reactions; Wiley VCH: 
Weinheim, Germany, 2005; pp 73. 
147.  Fowler, P. W.; Batten, R. C.; Manolopoulos, D. E. J. Chem. Soc., Faraday, Trans. 
1991, 87, 3103. 
148.  Ugarte, D.; de Heer, W. A. In Electronic Properties of Fullerenes; Kuzmany, H.; 
Fink, J.; Mehring M.; Roth, S.; Eds.; Springer Series in Solid-State Sciences 117; 
Springer Verlag: New York, NY, 1993; pp. 78-82. 
149.  Fedorko, P.; Skakalova, V.; Foltin, O.; Kolenic, F.; Smatko, V. In Progress in 
Fullerene Research; Kuzmany, H.; Fink, J.; Mehring M.; Roth, S.; Eds.; World 
Scientific: River Edge, NJ, 1994; 376-379. 
150.  Henrard, L.; Senet, P.; Lambin, Ph.; Lucas, A.A. In Progress in Fullerene 
Research; Kuzmany, H.; Fink, J.; Mehring M.; Roth, S.; Eds.; World Scientific: 
River Edge, NJ, 1994; 380-383. 
 168
 
151.  Echegoyen, L.; Echegoyen, L. E. Acc. Chem. Res. 1998, 31, 593. 
152.  Xie, Q.; Perez-Cordero, E.; Echegoyen, L. J. Am. Chem. Soc. 1992, 114, 3978. 
153.  Chapin, D. M.; Fuller, C. S.; Pearson, G.L. J. Appl. Phys. 1954, 25, 676. 
154.  Photoinduced Electron Transfer; Fox, M. A.; Chanon M.; Eds.; Elsevier: 
Amsterdam, 1988. 
155.  Bube, R. H. Photovoltaic Materials; Properties of Semiconductor Materials Vol. 
1.; Imperial College Press: London, 1998. 
156.  Brabec, C. J.; Dyakonov, V. In Organic Photovoltaics: Concepts and 
Realizations; Brabec, C.; Dyakanov, V.; Parisi, J.; Sariciftci, N. S.; Eds.; Springer 
Series in Materials Science No. 60; Springer-Verlag: Heidelberg, Germany, 2003; 
pp 1-16.  
157.  Shirakawa, H.; Louis, E. J.; MacDiarmid, A. G.; Chiang, C. K.; Heeger, A. J. J. 
Chem. Soc. Chem. Commun. 1977, 579. 
158.  MacDiarmid, A. G. Rev. Mod. Phys. 2001, 73, 701. 
159.  Morita, S.; Zakidov, A. A.; Yoshino, K. Sol. Stat. Commun. 1992, 82, 249. 
160.  Smilowitz, L.; Saraciftci, N. S.; Wu, R.; Gettinger, C.; Heeger, A. J.; Wudl, F. 
Phys. Rev. B. 1993, 47, 13835. 
161.  Yoshino, K.; Akashi, T.; Yoshimoto, K.; Morita, S.; Sugimoto, R. Zakhidov, A. A. 
Sol. Stat. Commun. 1994, 90, 14. 
162.  Kraabel, B.; Hummelen, J. C.; Vacar, D.; Moses, D.; Saraciftci, N. S.; Heeger, A. 
J.; Wudl, F. J. Chem. Phys. 1996, 104, 4267. 
163.  Hirsch, A.; Brettreich, M. Fullerenes: Chemistry and Reactions; Wiley VCH: 
Weinheim, Germany, 2005; pp 73-99. 
164.  Wudl, F.; Hirsch, A.; Khemani, K. C.; Suzuki, T.; Allemand, P. M.; Kosch, A.; 
Eckert, H.; Srdanov, G.; Webb, H. M. In Fullerenes: Synthesis, Properties, and 
Chemistry; Hammond, G.S.; Kuck, V.J.; Eds.; ACS Symposium Series no. 481; 
Am. Chem. Soc. Washington, DC, 1992, 161-175. 
165.  Naim, A.; Shevlin, P. B. Tetrahedron Lett. 1992, 33, 7097. 
166.  Avent, A. G.; Birkett, P. R. Darwish, A. D.; Houlton, S.; Taylor. R.; Thomson, K. 
S. T.; Wei, X.-W. J. Chem. Soc., Perkin Trans. 2 2001, 782.  
 169
 
167.  Yamago, S.; Yanagawa, M.; Mukai, H.; Nakamura, E. Tetrahedron 1996, 52, 
5091. 
168.  Wu, S.-H.; Sun, W.-Q.; Zhang, D.-W.; Shu, L.-H.; Wu, H.-M.; Xu, J.-F.; Lao, X.-
F. Tetrahedron Lett. 1998, 39, 9233. 
169.  Kusukawa, T.; Yanagawa, E.; Nakamura, E. J. Chem. Soc., Chem. Commun. 1994, 
2093. 
170.  Hirsch, A.; Brettreich, M. Fullerenes: Chemistry and Reactions; Wiley VCH: 
Weinheim, Germany, 2005; pp 101-183. 
171.  Wilson, S. R.; Schuster, D. I.; Nuber, B.; Meier, M. S.; Maggini, M.; Prato, M.; 
Taylor, R. Fullerenes: Chem. Phys. Technol. 2000, 91. 
172.  Wudl, F. Acc. Chem. Res. 1992, 25, 157. 
173.  Grosser, T.; Prato, M.; Lucchini, V.; Hirsch, A. ; Wudl, F. Angew. Chem. Int. Ed. 
Engl. 1995, 34, 1343. 
174.  Nakamura, E.; Yamago, S. Acc. Chem. Res. 2002, 35, 867. 
175.  Maggini, M.; Scorrano, G.; Prato, M. J. Am. Chem. Soc. 1993, 115, 9798. 
176.  Tsuda, M.; Ishida, T.; Nogami, T.; Kurono, S.; Ohashi, M. Chem. Lett. 1992, 
2333. 
177.  Hoke, II, S. H.; Molstad, J.; Dilettato, D.; Jay, M. J.; Carlson, D.; Kahr, B.; Cooks, 
R. G. J. Org. Chem. 1992, 57, 5069. 
178.  Matsui, S.; Kinbara, K.; Saigo, K. Tetrahedron Lett. 1999, 40, 899. 
179.  Wilson, S. R.; Kaprinidis, N.; Wu, Y.; Schuster, D. I. J. Am. Chem. Soc. 1993, 
115, 8495. 
180.  Zhang, X.; Romero, A.; Foote, C. S. J. Am. Chem. Soc. 1993, 115, 11024. 
181.  Shi, S.; Khemanikc, K. C.; Li, Q. C.; Wudl, F. J. Am. Chem. Soc. 1992, 114, 
10656-10657 
182.  Hawker, C. J. Macromolecules 1994, 27, 4836-4837.  
183.  Hirsch, A.; Brettreich, M. Fullerenes: Chemistry and Reactions; Wiley-VCH 
Verlag GmbH & Co. KGaA: Weinheim, Germany, 2005; pp 213-230.  
 170
 
184.  (a) Bunker, C. E.; Lawson, G. E.; Sun, Y.-P. Macromolecules 1995, 28, 3744-
3746.. (b) Cao, T.; Webbers, S. E. Macromolecules 1996, 29, 3826-3830. (c) 
Chen, Y.; Lin, K. C. J. Polym Sci. Polym. Chem. 1999, 37, 2969-2975. (d) Ford, 
W. T.; Lary, A. .L. Macromolecules 2001, 34, 5819-5826. (e) Adouin, F.;  Nuffer, 
R.; Mathis, C. J. Polym. Sci. A: Polym. Chem. 2004, 42, 3456-3463. 
185.  Ford, W. T.; Nishioka, T.; McCleskey, S.C.; Mourey, T. H..  Macromolecules 
2000, 33, 2413-2423. 
186.  Wang, S.; Xiao, S.; Li, Y.; Shi, Z.; Du, C.; Fang, H.; Zhu, D. Polymer 2002, 43, 
2049-2054. 
187.  Ramos, A. M.; Rispens, M. T.; van Duren, J. K. J.; Hummelen, J. C.; Janssen, R. 
A. J. J. Am. Chem. Soc. 2001, 123, 6714-6715. 
188.  Maggini, M.; Scorrano, G.; Prato, M. J. Am. Chem. Soc. 1993, 115, 9798. 
189.  Gu, T.; Tsamouras, D.; Melzer, C.; Krasnikov, V.; Gisselbrecht, P.; Gross, M. ; 
Hadziioannou, G.; Nierengarten, J.-F. Chem. Phys. Chem. 2002, 3, 124-127. 
190.  Zhang, F.; Svensson, M.; Andersson, M. R.; Maggini, M.; Bucella, S.; Menna, E.; 
Inganas, O Adv. Mater. 2001, 13, 1871-1874.. 
191.  Martineau, C.; Blanchard, P.; Rondeau, D.; Delaunay, J.; Roncali, J. Adv. Mater. 
2002, 149, 283-287. 
192.  Anantharaj, V.; Wang, L. Y; Canteenwalla, T.; Chiang, L. Y. J. Chem. Soc. 
Perkin Trans. 1999, 22, 3357-3366. 
193.  (a) Shah, H.; Smith, Jr., D. W. Polymer 2000, 41, 4415.(b) Perera, K. P. U.; Shah, 
H.; Foulger, S. H. ; Smith, Jr., D. W.  Thermochim. Acta 2002, 388, 371-375. 
194.  Mifsud, N.; Mellon, V.; Perera, K. P. U.; Smith, Jr., D. W.; Echegoyen, L. J. Org. 
Chem. 2004, 69, 6124-6127. 
195.  Saraciftci, N. S.; Smilowitz, L.; Heeger, A.J.; Wudl, F. Science 1992, 258, 1474-
1476.   
196.  Segura, J. L. ; Martin, N.; Guldi, D.M.  Chem. Soc. Rev. 2005, 34, 31-47. 
197.  Coakley, K. M.; McGehee, M. D. Chem. Mater. 2004, 16, 4533-4542. 
198  Maggini, M.; Scorrano, G.; Prato, M. J. Am. Chem. Soc. 1993, 115, 9798. 
 171
 
199.  Rettenbacher, A. S.; Perpall, M. W.; Echegoyen, L.; Hudson, J.; Smith, Jr., D.W. 
Chem. Mater. 2007; 19(6) 1411. 
200  Hotta, S.; Waragai, K. J. Mater. Chem. 1991, 1, 835. 
201.  Koudoumas, E.; Kokkinaki, O.; Konstantaki, M.; Couris, S.; Korovin, S.; Detkov, 
P.; Kuznetsov, V.; Pimenov, S.; Pustovoi, V. Chem. Phys. Lett. 2002, 357, 336. 
202.  Keller, N.; Maksimova, N. I.; Roddatis, V. V.; Schur, M.; Mestl, G.; Butenko, Y. 
V.; Kuznetsov, V. L.; Schlögl, R. Angew. Chem. Int. Ed. 2002, 41, 1885; Angew. 
Chem. 2002, 114, 1962. 
203.  Sano, N.; Wang, H.; Alexandrou, I; Chhowalla, M.; Teo, K. B. K.; Amaratunga, 
G. A. J. J. Appl. Phys. 2002, 92, 2783. 
204.  K. W. Street, M. Marchetti, R. L. Vander Wal, A. J. Tomasek, NASA report 
NASA/TM—2003-212301. 
205.  Hirata, A.; Igarashi, M.; Kaito, T. Tribol. Int. 2004, 37, 899. 
206.  Chen, W. Faming Zhuanli Shenqing Gongkai Shuomingshu 2005, Patent No. CN 
1570206. 
207.  Choi, M. S.; Kim, Y.-J.; Yi, J.-H.; Altman, I.; Pikhitsa, P. U.S. Pat. Appl. Publ. 10 
pp. ((S. Korea). U.S.; 2004). 
208.  Brabec, C.; Hirsch, A. PCT Int. Appl. 19 pp. ((Siemens Aktiengesellschaft, 
Germany). WO; 2003). 
209.  Kajiura, H.; Shiraishi, S.; Negishi, E.; Ata, M.; Yamada, A. A. Jpn. Kokai Tokkyo 
Koho  ((Sony Corp.: Japan). Jp; 2001). 
210.  Georgakilas, V.; Guldi, D. M.; Signorini, R.; Bozio, R.; Prato, M. J. Am. Chem. 
Soc. 2003, 125, 14268. 
211.  Rettenbacher, A. S.; Elliott, B.; Hudson, J. S.; Amirkhanian, A.; Echegoyen, L. 
Chem. Eur. J. 2006, 376-387. 
212.  Bahr, J. L.; Yang, J.; Kosynkin, D. V.; Bronikowski, M. J.; Smalley, R. E.; Tour, 
J. M. J. Am. Chem. Soc. 2001, 123, 6536. 
213.  Kooi, S. E.; Schlecht, U.; Burghard, M.; Kern, K. Angew. Chem. Int. Ed.2002, 41, 
1353. 
214.  J. L. Bahr, J. M. Tour, Chem. Mater. 2001, 13, 3823. 
 172
 
215.  A. Rettenbacher, L. Echegoyen, unpublished results, Clemson University 2005. 
216.  Huang, W.; Fernando, S.; Allard, L. F.; Sun, Y.-P. Nano Lett. 2003, 3, 565. 
217.  Carothers, W. H. Trans. Faraday Soc., 1936, 32, 39.  
218.  Fujimoto, C.H.; Hickner, M.A.; Cornelius, C.J.; Loy, D.A. Macromolecules, 2005, 
38, 5010-5016. 
219.  ASTM E2347-04 
220.  Kovalenko, S.V; Peabody, S.; Monoharan, M.; Clark, R.J., Alabugin, I.V. Org. 
Lett., 2004, 6, 2457-2460. 
221.  Kovalenko, S.V.; Alabugin, I.V. Chem. Commun. 2005, 11, 1444. 
222.  Waki, M.; Meienhofer, J. J. Org. Chem. 1977, 42, 2019. 
223.  Vogel, A.I.; Furniss, B. S.; Hannaford, A. J.; Smith, P. W. G. Vogel’s Textbook of 
Practical Organic Chemistry; 5th Ed.; Pearson Education, Prentice Hall: Upper 
Saddle River, NJ, 1996: pp 1228. 
224.  Hofmann, A. W. v. Ber. 1881, 14, 2725. 
225.  Hickner, M.A.; Ghassemi, H.; Kim, Y.S.; Einsla, B.R.; McGrath, J.E. Chem. Rev., 
2004, 104, 4587-4612 
226.  Muggli, M. W., Ward, T. C.; Tchatchoua, C.; Ji, Q.; McGrath, J. E. J. Polym. Sci. 
B; Polym. Phys. 2003, 41, 2850-2860. 
227.  Horner, L.; Hoffmann, H.; Wippel, H. G. Chem. Ber. 1958, 91, 61. 
228.  Maggini, M.; Scorrano, G.; Prato, M. J. Am. Chem. Soc. 1993, 115, 9798. 
